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Description 

BACKGROUND OF THE INVENTION 
5 a) Field of the Invention 

[0001] This invention relates to a black-plgment-containing composition for the formation of a light-shielding black 
matrix on a liquid crystal (LC) display useful in a home or office image-receiving equipment such as a television or 
visual telephone, a video camera, a personal computer, an office equipment such as a word processor, or a display of 
io a factory automation equipment, an automated store control equipment or a measuring equipment, a color filter of an 
image pickup device or a display panel of a luminescent, full color or monochrome flat-panel display; a process forthe 
formation of a black matrix; and an article provided with the black matrix. 

[0002] More specifically, the present invention is concerned with a composition containing a black pigment and suit- 
able for use in forming a black matrix on a filter substrate or a display panel of an LC display, a plasma address LC, a 
is plasma display, a fluorescent display, a LED display, a CRT color display or an LC projector, said composition using 
as the black pigment a compound-oxide black pigment having excellent properties such as coloring power and light 
shielding property and superb fastness such as ultraviolet ray resistance, electron beam resistance, light resistance 
and heat resistance; a process for the formation of a black matrix by using the composition; and an article provided 
with the black matrix. 

20 

b) Description of the Related Art 

[0003] In an LC color display or the like, it has heretofore been the practice to form, on a glass substrate for a color 
filter, a pixel pattern of three primary colors of a red color (hereinafter called "R"), a green color (hereinafter called n G") 
25 and a blue color (hereinafter called "B") in the form of a mosaic, stripe or the like for the dispersion of light, which has 
been transmitted from a fluorescent lamp as a backlight (light source), into spectra, so that white light from the fluo- 
rescent lamp is transmitted through the color filer and distributed into R, G and B lights and a image is displayed in full 
color by these distributed R, G and B lights. 

[0004] In the case of a full color display panel for a luminescent flat panel display, a pixel pattern composed of R, G 
30 and B light-emitting elements is also formed on a rear glass substrate of the display panel. By lights emitted by phos- 
phors of the three primary colors of R, G and B exited by ultraviolet rays, lights emitted by light-emitting diodes of the 
three primary colors of R, G and B or lights emitted by discharge gases, an image is displayed in full color 
[0005] The method making use of a color filter having pixels of the three primary colors as descried above, however, 
cannot avoid mutual overlapping of color lights from adjacent pixels in the color filter and hence mixing of R, G and B 
35 color lights, resulting in a deterioration in the separation of color lights by the pixels. Therefore, use of a color filter 
composed of R, G and B pixels alone inevitably results in a display panel which can produce only images inferior in 
definition and vividness. 

[0006] In the case of an LC color display or the like, it has been attempted to overcome the above problem by 
surrounding R, G and B pixels, which are formed on a glass substrate of a color filter, with a black matrix. 

40 [0007] Proposed as methods for the formation of a black matrix include (1) deposition of a metal such as chromium, 
(2) dyeing with a black dye, (3) printing with a printing ink containing carbon black, a dye mixed to present a black 
color, or the like, (4) photolithography making use of a photosensitive black resin composition. 
[0008] The method (1) is accompanied with the drawbacks that it requires high cost, involves complex steps and 
cannot achieve an improvement in productivity, and requires large facilities and the like and hence high initial invest- 

^5 ment. The method (2) requires mixing of two or three dyes to attain dyeing in a black color because there is no good 
dye usable upon dyeing in a black color. Accordingly, this method cannot provide a black matrix having a black color 
of sufficient density or, even if such a black matrix is provided, its color is uneven. If a substrate on which a black matrix 
is formed is subjected to high-temperature treatment, the black matrix involves problems in physical properties such 
as heat resistance and light fastness. The method (2) therefore has not found commercial utility. As to the printing 

so making use of a black pigment as the method (3) and the lithography making use of a photosensitive resin as the 
method (4), use of carbon black as the black pigment involves problems such as reduced light shielding property due 
to insufficient dispersion of carbon black in a biack-matrix-forming composition, electrical conductivity inherent to carbon 
black and, where the content of carbon black is high, insufficient photocuring of a black-matrix-forming composition. 
[0009] Further, black iron oxide as a black pigment is a material which is also called "magnenite". As this material 

55 has magnetic properties, particles of black iron oxide tend to coagulate in a dispersion medium due to their magnetic 
properties. Upon preparation of a composition for the formation of a black matrix, the pigment is hardly dispersible and, 
even when dispersed, the pigment has tendency to undergo premature coagulation. The black-matrix-forming com- 
position so obtained therefore is accompanied with drawbacks such that it has inferior long-term dispersion stability, 



2 



EP 0 740 183 B1 

its coloring power is low, Its pigment has inferior stability to oxidation by air, and a black matrix formed from the com- 
position are gradually lowered In blackness and their color changes to a brownish color. 

[0010] Considering specifically a black matrix to be formed on a color filter for a luminescent fiat panel display, the 
formation of the black matrix includes a high-temperature baking step so that conventional black dyes, mixed dyes of 

5 black color, organic black pigments, carbon black and the like cannot be used for the formation of the black matrix. 
Further, black iron oxide as a black pigment, when calcined at high temperatures, changes into red iron oxide which 
is an iron oxide of a brown or light brown color. On the other hand, titanium black which is another black pigment also 
changes into white titanium oxide at 300-350°C. Neither black dyes and pigments are hence usable as black matrix 
pigments which are required to have heat resistance sufficient to withstand a high -temperature calcination step. 

10 [0011] The dyes and pigments which have heretofore been used as described above are therefore insufficient in 
performance as dyes for the formation of a black matrix are required to have excellent light shielding property, dispers- 
ibility, light fastness and the like. 

[001 2] Patent Abstracts of Japan, vol. 5, no. 001 and JP-A-07 027 91 2 disclose a black pigment essentially comprising 
at least one kind of iron-base multiple oxides or chromium-base multiple oxides which is incorporated into a photosetting 
is resin. 

SUMMARY OF THE INVENTION 

[001 3] With a view to overcoming the above-described various problems which have heretofore arisen upon formation 
20 of a black matrix, the present invention has as a primary object the provision of a black matrix which has excellent light 
shielding property and provides a displayed image with good definition and vividness. 

[0014] To prevent mixing of the three primary colors at a display panel of an LC display or a luminescent flat panel 
display, the present inventors have proceeded with a variety of investigations on black pigments employed for the 
formation of a black matrix which surrounds pixels of the three primary colors. As a result, the present inventors have 

25 found that certain specific inorganic pigments are excellent in various physical and other properties for use in black 
matrices and are effective for the resolution of the above-described problems of the related art. 
[0015] The present invention as claimed therefore provides a composition for a black matrix, said composition being 
composed of a black pigment and a binder for said pigment, wherein said black pigment is a compound-oxide black 
pigment comprising at least two metal oxides and having a spinel or inverse-spinel crystalline structure; a process for 

30 the formation of a black matrix, which makes use of the composition; and also an article provided with the black matrix. 
[001 6] According to the present invention, the composition which contains as a light sh ielding pigment the compound- 
oxide black pigment having excellent fastness and shielding property is excellent in optical properties such as blackness 
and optical density and is also superb in the dispersion stability in a dispersion medium. The use of the black-matrix- 
forming composition according to the present invention for the formation of a black matrix on a color filter of an LC 

35 display, a display panel of a luminescent flat panel display, or the like provides a black matrix - which is excellent in 
blackness and light shielding property and superb in fastness such as heat resistance, ultraviolet ray resistance, light 
resistance, chemical resistance and solvent resistance - more easily and economically compared with conventional 
processes. In particular, a black matrix on a display panel of a luminescent flat panel display or the like is formed by 
using an inorganic binder and conducting high-temperature baking. The above-described black pigment useful in the 

40 practice of the present invention is the best as a black pigment with heat resistance sufficient to withstand such high 
temperatures. 

[0017] LC displays, luminescent flat panel display panels and the like fabricated using the black-matrix-forming com- 
position, which pertains to the present invention and contains the compound-oxide black pigment, can achieve excellent 
color separation by their pixels and can hence produce images having excellent vividness and visibility. 

45 

DETAILED DESCRIPTION OF THE INVENTION AND PREFERRED EMBODIMENTS 

[0018] The present invention will hereinafter be described more specifically based on certain preferred embodiments. 
[0019] In the present invention, image display systems such as LD displays, plasma address LCs and LC projectors 
50 are called "LC displays", whereas image display systems such as plasma displays, fluorescent displays, LED displays 
and CRT color display panels are called "luminescent flat panel displays". 

[0020] Further, color filter substrates or display panel substrates employed in these displays are called simply "sub- 
strates". 

[0021 ] In the case of an LC color display, illustrative methods for the formation of a black matrix include a method in 
55 which a black matrix is formed in combination with an R, G and B pixel pattern of a color filter on a substrate and a 
method in which to increase the percent aperture of a pixel pattern, a black matrix is formed separately from the pixel 
pattern, for example, on a side of a TFT array substrate. 

[0022] For a display panel of a luminescent flat panel display, there is a method in which a black matrix is applied to 
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a rear glass substrate in registration with pixels of R, G and B light-emitting elements on a front glass substrate. 
[0023] The black matrix composition according to the present invention is obtained by mixing or dispersing a the 
compound-oxide black pigment in a photosensitive or non-photosensitive resin varnish as will be described subse- 
quently herein. Using this composition, a pattern is formed on a glass substrate for a color filter of an LC display, a 
5 display panel of a luminescent fiat panel display, or the like by a conventionally known method, whereby a desired 
black matrix can be formed. 

[0024] A description will next be made of the compound-oxide black pigment employed in the black matrix compo- 
sition according to the present invention. 

[0025] The compound-oxide black pigment useful in the practice of the present invention is a pigment composed of 
10 two or more metal oxides and has been formed by conducting calcination at a high temperature. The compound-oxide 
black pigment has merits such that as a pigment, it is excellent in various properties such as chemical resistance, heat 
resistance, light resistance, water resistance and solvent resistance, possesses excellent properties such as coloring 
power, hiding power and light-shielding property, shows good dispersibility in a photosensitive varnish (organic binder) 
as a dispersion medium for the pigment, is also excellent in the storage stability of the resulting dispersion, and even 
is when the dispersion is mixed in a photosensitive resin, it does not practically impair the photo-curability of the varnish 
as the dispersion medium. Concerning heat resistance, in particular, the compound-oxide black pigment is superior to 
other black pigments and is stably usable up to about 800°C. 

[0026] Upon fabrication of a color filter or the like, high-temperature heat treatment may be required, for example, 
when ITO electrodes are formed by deposition on a filter substrate or when a polyamic acid, a polyimide precursor, is 
20 used as a resin of a varnish or an oriented film for an LCD and imidation is conducted as post-treatment. The compound- 
oxide black pigment employed in the present invention is excellent in heat resistance so that it can be very stably used 
even at such high temperatures. 

[0027] Such a black pigment remains stable in a high-temperature baking step upon formation of a black matrix on 
a display panel for a luminescent fiat panel display and is therefore a pigment most suitable as a pigment for the 

25 , formation of a black matrix. 

[0028] Typical examples of the compound-oxide black pigment employed in the present invention include compound 
metal-oxide pigments of at least two metals selected as principal metal components from the group consisting of copper, 
chromium, iron, manganese, cobalt, aluminum, nickel, zinc, antimony, titanium, barium and the like. Each of these 
pigments has a spinel or inverse-spinel crystalline structure. 

30 [0029] Specific examples of the compound-oxide black pigment include compound-oxide biack pigments composed 
of copper and chromium as principal metal components, compound-oxide black pigments composed of copper and 
manganese as principal metal components, compound-oxide black pigments composed of copper, iron and manganese 
as principal metal components, compound-oxide black pigments composed of cobalt, chromium and iron as principal 
metal components, compound-oxide black pigments composed of cobalt, chromium, iron and manganese as principal 

35 metal components and compound-oxide black pigments composed of cobalt, nickel, chromium and iron. These pig- 
ments can be used either singly or in combination. 

[0030] As pigments for the formation of a black matrix in the present invention, they are not limited to black pigments 
but even chromatic compound-oxides pigments can be used either singly or as mixtures obtained to have light shielding 
property provided that they are compound-oxide pigments capable of fully shielding visible lights emitted from R, G 
40 and B pixels, respectively. Upon mixing chromatic pigments to have light shielding property, these chromatic pigments 
alone can be mixed. It is also preferred to use one or more of the above-described black pigments as a mixture with 
chromatic pigments. As a hue obtained by mixing chromatic pigments to have light shielding property, a black color, a 
dark gray color or a dark chromatic color is desired to ensure absorption of visible light. 

[0031] Illustrative examples of the above-described chromatic compound-oxide pigments include compound-oxide 
45 pigments such as C.I. Pigment Blue 28 (cobalt-aluminum system), C.I. Pigment Blue 36 (cobalt-aluminum-chromium 
system), C.I. Pigment Green 26 (cobalt-aluminum-chromium system), C.I. Pigment Green 50 (titanium-nickel-cobalt- 
zinc system), C.I. Pigment Brown 33 (iron-zinc-chromium system), and C.I. Pigment Brown 34 (iron-nickel-aluminum 
system). These pigments are also embraced by the expression "compound-oxide black pigment" in the present inven- 
tion. 

50 [0032] Each compound-oxide black pigment usable in the present invention can be obtained by any one of prepa- 
ration processes consisting of a dry synthesis process, a wet synthesis process and a wet oxidation process. A de- 
scription will hereinafter be made about these preparation processes and properties of pigments available from such 
processes. 

[0033] According to the dry synthesis process, metal oxides as metal components for a pigment are mixed at a ratio 
55 as needed, followed by sintering at a high temperature. From example, the oxides, hydroxides, carbonates or the like 
of the metal components for the pigment are mixed at a desired ratio into an intimate mixture, the mixture is calcined 
at a temperature of about 600°C or higher, and sintered coarse particles so formed are ground into the pigment in a 
pulverizer. Primary particles of the pigment obtained by the this process have an average particle size of from about 
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0.3 to 0.7 u/n, and the BET specific surface area of the pigment is about 5 irf/g or so. 

[0034] According to the wet synthesis process, on the other hand, salts of the metal components for the pigment are 
dissolved in the same aqueous medium, an alkaline agent is added to the solution to have the respective metal salts 
concurrently deposited as compounds convertible to oxides by heat treatment, such as their oxides, hydroxides or the 
5 like, and the mixture so deposited is calcined and then ground into the pigment. Primary particles of the pigment 
obtained by this preparation process have an average particle size of from about 0.1 to 0.4 u.m, and the BET specific 
surface area of the pigment is about 25 m 2 /g or smaller. 

[0035] Further, the wet oxidation process is a new synthesis process. According to this synthesis process, salts of 
at least two metals selected from copper, chromium, iron, manganese, cobalt, aluminum, nickel, zinc, antimony, tita- 

10 nium, barium or the like are dissolved in the same aqueous medium, an alkaline agent is added to the solution to have 
the mixed metal salts deposited as mixed hydroxides or the like. Either concurrently with the deposition or subsequence 
to the deposition, the metal hydroxides deposited in the liquid phase are subjected to oxidation treatment in the liquid 
phase, followed by calcination treatment, for example, calcination treatment at about 400°C to 650°C so that a pigment 
is obtained. Primary particles of the pigment obtained by this synthesis process have a BET specific surface area of 

is at least 40 m 2 /g and an average particle size of from about 0.01 to 0.1 u»m. 

[0036] Depending on the type of a synthesis process such as that described above, the mean particle size and BET 
specific surface area of the resulting pigment vary. A pigment having a greater particle size like a pigment obtained by 
the dry process orthe wet process makes it possible to provide a higher pigment content when the pigment is formulated 
into a pigment dispersion by dispersing it in a varnish as an organic binder. At substantially the same pigment content, 

20 the above pigment can lower the viscosity of the pigment dispersion. Since a conventional compound-oxide black 
pigment is generally an inorganic pigment, its coloring power is inferior to an organic pigment and due to its high specific 
gravity, its dispersion tends to develop its settling in the course of storage over a long period of time. The inorganic 
pigment obtained by the above-described wet oxidation process however has been formed into extremely fine particles, 
so that the extremely fine particles have been significantly improved in coloring power, blackness, dispersion stability 

25 and anti-settling stability and are most suited for the object of the present invention*; 

[0037] A description will now be made of a preferred embodiment of the preparation of a compound-oxide black 
oxide by the above-described wet oxidation process. First, as salts of individual metals for the compound-oxide black 
oxide, those employed upon preparation of compound-oxide pigments, such as sulfates, nitrates, carbonates, chlo- 
rides, acetates and the like can ail be used. Salts of these individual metal components are dissolved in water to prepare 

30 a solution of the mixed salts. The total concentration of the salts of the metal components in the aqueous solution may 
suitably range from about 5 to 50 wt.% or so. As an alkaline agent used for the deposition of metal hydroxides from 
the aqueous solution of the above-described mixed salts, a caustic alkali such as caustic soda is preferred. 
[0038] The mixed metal hydroxides are caused to deposit by the alkaline agent and are then subjected to oxidation 
treatment. Upon oxidation treatment, the efficiency of oxidation becomes higher as the concentration of the metal 

35 hydroxides becomes lower. A lower concentration of the metal hydroxides is therefore effective of the formation of the 
pigment as finer particles. For these reasons, the concentration of metal hydroxides upon oxidation treatment is suitably 
from 0.05 to 0.5 mole/liter as calculated based on the principal metal salts. The pH of the solution at the time of the 
deposition of the hydroxides or the oxidation treatment is preferably in a range of from 7 to 1 3. The preferred synthesis 
temperature of the metal hydroxides can be in a range of from 20 to 40°C and the heir preferred agent temperature 

40 thereof can be in a range of from 70 to 100°C. 

[0039] In the wet oxidation process, it is essential to treat the mixed metal hydroxide, which has been caused to 
deposit by the alkaline agent, in such a way that their metal ions are each oxidized from a lower valence to a higher 
valence, for example, to convert divalent metal ions to trivalent metal ions. As an oxidizing agent for use in the above 
oxidation, any oxidizing agent can be used such as hydrogen peroxide, sodium peroxide, sodium chlorate, air or oxygen 

45 gas. However, an oxidizing agent which does not form any impurity by oxidation, for example, a hydrogen peroxide 
solution, air or oxygen gas is a preferred oxidizing agent. 

[0040] Subsequent to the above-described oxidation treatment, the resultant oxide is filtered and dried. The filter 
cake so dried is then calcined. The calcination is conducted at 400-650°C for 30 minutes to 1 hour in an oxidizing 
atmosphere so that the dried dry cake is converted into a compound-oxide pigment having the perfect spinel structure. 
so According to this wet oxidization process, the oxidizing treatment of the precipitated mixed metal hydroxides in the 
water phase makes it possible to form primary particles of the pigment of the single spinel structure as very fine particles 
even at a relatively low calcination temperature. The pigment so obtained is in the form of soft particles, thereby brin ging 
about the merit that its dry grinding or wet milling is easy. 

[0041] In the present invention, the compound-oxide black pigment can be surface-treated, as needed, with at least 
55 one coating material selected from the group consisting of at least one coating material selected from the group con- 
sisting of silicon oxide or vitreous inorganic materials, hardenable polymers, and polymers substantially insoluble in a 
medium. 

[0042] The surface treatment of the compound-oxide black pigment with such a coating material makes it possible 
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to Impart properties such as chargeability and medium compatibility to the pigment. This Improves the dispersibility of 
the pigment in a varnish as a dispersion medium upon preparation of the composition of this invention for the black 
matrix and also during storage of the composition, and also improves the re-dispersibillty, dispersion stability and the 
like of the pigment subsequent to the storage of the composition. When the pigment is treated with a silicon oxide or 
5 vitreous inorganic material, the pigment exhibits improved compatibility with a low m.p. glass binder during calcination 
upon formation of a black matrix. This improved compatibility facilitates baking of the black matrix to a glass substrate. 
[0043] Illustrative examples of the silicon oxide or vitreous Inorganic material as a surface-treatment agent for the 
pigment include hydrogenated amorphous silica, anhydrous amorphous silica, mixtures thereof, and low m.p. vitreous 
materials. 

10 [0044] The surface treatment of the pigment by the inorganic material can be carried out in a manner similar to a 
coating method for a conventionally-known pigment with silica or a vitreous material. For example, the compound- 
oxide black pigment is dispersed in a finely-divided form in water, and an aqueous solution of sodium silicate, potassium 
silicate or the like (with optional addition of an aqueous solution of lead nitrate) and a dilute aqueous solution of sulfuric 
acid are simultaneously dropped or poured into the dispersion, followed by stirring. As an alternative, the pigment is 

is dispersed in a finely-divided form in a solvent such as ethanol, and tetraethyl orthosilicate, tetramethyl orthosilicate or 
the like (with optional addition of an organolead compound) is added to the dispersion so that the silicate is hydrolyzed 
and condensed to deposit as films on surfaces of the pigment. In this manner, the pigment is obtained in a coated form. 
[0045] The black pigment has been almost uniformly surface-treated with amorphous silica, a low m.p. vitreous 
material or a mixture thereof as described above. Subsequent to the surface treatment, the black pigment is thoroughly 

20 washed with water to eliminate soluble salts and other water-soluble substances and after drying, is used for the 
formation of a black matrix. 

[0046] The inorganic coating material is required in an amount sufficient to coat the surfaces of the black pigment. 
Specifically, the inorganic coating material is used in a proportion of 1-100 parts by weight, preferably 3-50 parts by 
weight per 100 parts by weight of the pigment. It is desired to treat the pigment with the coating material in an amount 

25 suitably chosen depending on the particle size and specific surface area of the particles of the pigment to be coated. 
The amount of the coating material to be used may be determined using as an index an oil absorption of the pigment 
to be coated. This coating can be conducted a plurality of times for the same black pigment. 
[0047] Use of the coating material in an unduly small amount cannot sufficiently improve the dispersibility, dispersion 
stability and the like of the pigment. An unduly large amount, however, results in a lower content of the pigment in a 

30 resulting black-matrix-forming composition, and is not desired because the surface-treated pigment is required in a 
large amount to surely achieve a degree of pigmentation which is needed for a black matrix to be formed. 
[0048] Hardenable polymers usable as coating materials include conventionally-known hardenable resins, for ex- 
ample, curable amino resins, curable epoxy resins, curable phenol resins, curable urethane resins, cross-linkable 
unsaturated polyester resins, and crosslinkable poly(meth)acrylate resins. 

35 [0049] In addition, even non-hardenable polymers are usable as coating materials for the pigment, provided that 
they are substantially insoluble in solvents, chemicals or the like which are used in the fabrication steps of color filters. 
Illustrative examples of polymers substantially insoluble in these solvents include polyamide resins, polyimide resins, 
and polyamideimide resins. 

[0050] Where these organic materials which can form such insoluble coating are hardenable resins, they are each 
40 used in a soluble form, for example, in the form of monomer(s), an initial condensation product or the like as known in 
the art, optionally in combination with an appropriate crosslinking agent, curing agent, catalyst, polymerization initiator 
or the like. In the case of non-hardenable polymers, each of them can be used in a form dissolved in a solvent in which 
the polymer is soluble. 

[0051] The surface treatment of the compound-oxide black pigment by such an organic coating material is conducted 
45 by dispersing the pigment in a finely-divided form in water or a solvent, dropping or pouring the organic coating material 
into the dispersion under stirring in a manner commonly employed for the formation of coating, for example, in the form 
of an aqueous solution, an emulsion, a solvent solution or the like, optionally heating the resultant mixture, and then 
adding a curing agent such as an amine, curing catalyst such as an alkali or a polymerization initiator. 
[0052] The coated pigment so obtained has been almost uniformly surface-treated with the polymer which is sub- 
50 stantially insoluble in the medium. Similarly to the foregoing, this polymer is also required in an amount sufficient to 
coat the surfaces of the black pigment. Specifically, the polymer is used in an amount of 1 -1 00 parts by weight, preferably 
3-50 parts by weight per 1 00 parts by weight of the pigment. The amount of the polymer to be used may be determined 
using as an index the particle size, specific surface area and oil absorption of the pigment to be coated. 
[0053] This coating with the silicon oxide or vitreous inorganic material, hardenable polymer or insoluble polymer 
55 can be conducted a plurality of times for the same black pigment. 

[0054] Subsequent to the surface treatment, the coated pigment is thoroughly washed with waterto eliminate soluble 

salts and other water-soluble substances and after drying, is used for the formation of a black matrix. 

[0055] As has been described above, it is one of the merits of the compound-oxide black pigment that as a result of 
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the calcination of the pigment at a high temperature, the pigment is composed of a compound metal oxide having the 
specific crystalline structure. It therefore has high heat resistance as a pigment and exhibits sufficient heat resistance 
even at temperatures where organic substances bum off upon formation of a black matrix, for example, at 450-900°C. 
[0056] Therefore, when a display panel is fabricated by subjecting a black matrix to high-temperature treatment 

5 subsequent to its patterning as in the case of a display panel for a luminescent fiat panel display, a composition ac- 
cording to the present invention in which the compound-oxide black pigment is added with a low m.p. glass frit as an 
inorganic binder, an organosiiica compound such as ethoxy silica and an organolead compound can be effectively 
used for the formation of the black matrix. It is also possible to form a black matrix by coating beforehand a substrate 
with a low m.p. glass frit over the entire surface thereof or on regions where the matrix is to be formed, patterning the 

10 black matrix with the composition according to the present invention and then baking the thus-patterned composition. 
[0057] The low m.p. glass frit employed as a binder for the pigment in the composition according to the present 
Invention can be, for example, fine powder of a lead borosilicate glass formed of lead oxide, silicon oxide and boron 
silicate as principal components. Depending on the composition, such glass frits range from a low-temperature baking 
glass frit whose baking temperature is about 500°C to a high-temperature baking glass frit whose baking temperature 

is is about 700°C. These frits have been added with sodium oxide, titanium oxide, zirconium oxide, lithium oxide, aluminum 
oxide and/or the like as subordinate components. 

[0058] Regarding the black-matrix-forming composition according to the present invention, its formulation, varnish 
and additives are determined depending on the coating method of the composition on a substrate, the formation method 
of the pattern. 

20 [0059] Illustrative examples of the method for printing the black matrix composition according to the present invention 
on a substrate for the formation of a black matrix include various printing methods such as stencil screen printing, 
intaglio gravure printing, offset intaglio printing, offset lithographic printing and letterpress printing; electrodeposition; 
electronic printing; electrostatic printing; and thermal transfer. 

[0060] The black-matrix-forming composition according to the present invention can be converted into a photosen- 
25 sitive black-matrix-forming composition by using a photosensitive resin as at least a portion of its binder. For the for- 
mation of a black matrix from the photosensitive black-matrix-forming composition of the present invention by photo- 
lithography, the composition is coated overthe entire surface of a substrate by spin coating, roll coating orthe like and, 
subsequent to formation of a rough pattern by photolithography, a printing method, thermal transfer or the like, a precise 
pattern is then formed by photolithography. 
30 [0061] Usable components for the composition according to the present invention include, in addition to the com- 
pound-oxide black pigment and the inorganic binder, a varnish as an organic binder for dispersing the pigment. As the 
varnish, a suitable, conventionally-known, non-photosensitive or photosensitive varnish is chosen depending on the 
coating method and the pattern forming method. 

[0062] Illustrative examples of the non-photosensitive varnish include varnishes useful in printing inks such as stencil 
35 screen inks, intaglio gravure inks, offset lithographic inks and letterpress inks; varnishes useful for electrodeposition; 
varnishes useful in developers for electronic printing and electrostatic printing; and varnishes useful in thermal transfer 
ribbons. Illustrative examples of the photosensitive varnish include photosensitive resin varnishes useful in ultraviolet 
ray curing inks, electron beam curing inks and the like. Besides these varnishes, varnishes suited for the above-de- 
scribed coating methods and photolithographic methods can also be used. 
40 [0063] Illustrative examples of the non-photosensitive binder include cellulose acetate butyrate resins, nitrocellulose 
resins, styrene (co)polymers, polyvinyl butyral resins, aminoalkyd resins, polyester resins, amino-resin-modified pol- 
yester resins, polyurethane resins, acrylic polyol urethane resins, soluble polyamide resins, soluble polyimide resins, 
casein, hydroxyethylcellulose, water-soluble salts of styrenemaleate ester copolymers, water-soluble salts of (meth) 
acrylate ester (co)polymers, water-soluble amimoalkyd resins, water-soluble amino-resin-modified polyester resins, 
45 and water-soluble polyamide resins. These binders can be used either singly or in combination. The black-matrix- 
forming composition according to the present invention can be obtained by mixing, dispersing and kneading the com- 
pound-oxide black pigment with the binder by a conventionally-known method. 

[0064] Illustrative examples of a photosensitive resin varnish usable in the black-matrix-forming composition accord- 
ing to the present invention include ultraviolet ray curing inks, electron beam curing inks and the like. Particularly 

50 preferred are photosensitive resin varnishes which are used for the formation of patterns by photolithography and 
etching. Specific examples include varnishes obtained by adding conventionally-known multifunctional acrylic mono- 
mers as reactive diluents to photosensitive cyclizing rubber resins, photosensitive phenol resins, photosensitive (meth) 
acrylic resins, photosensitive styrene-(meth)acrylic resins, photosensitive polyamide resins, photosensitive polyimide 
resins, photosensitive unsaturated polyester resins, polyester acrylate resins, polyepoxy acrylate resins, polyurethane 

55 acrylate resins, polyether acrylate resins and polyol acrylate resins; and varnishes obtained by adding an organic 
solvent or an aqueous medium to the first-mentioned varnishes as needed. The photosensitive black-matrix-forming 
composition according to the present invention can be obtained by adding a photopolymerization initiator such as 
benzoin ethyl ether or benzophenone to a mixture of the compound-oxide black pigment and the varnish and then 
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kneading the resultant mixture by a conventionally-known method. 

[0065] To form a black matrix by using the above-described photosensitive black-matrix-forming composition, the 
composition is evenly coated on a substrate by a coating method such as spin coating or roll coating and subsequent 
to predrying, a photomask is applied in close contact with the thus-coated substrate, followed by exposure and curing 
under an extra-high pressure mercury lamp. The resulting layer is then subjected to development and washing and, if 
necessary, further to post baking, whereby a black matrix can be formed. 

[0066] Use of a thermal polymerization initiator in place of the photopolymerization initiator makes it possible to 
provide a thermally-polymerizable, black-matrix-forming composition according to the present invention. 
[0067] The proportion of the organic binder in the black-matrix-forming composition according to the present invention 
is in a range of from 5 to 300 parts by weight, preferably from 10 to about 200 parts by weight per 100 parts of the 
compound-oxide black pigment 

[0068] In the case of the black-matrix-forming composition according to the present invention in which the low m.p. 
glass frit as an inorganic binder is used as a binder, the proportion of the inorganic binder is In a range of from 5 to 
200 parts by weight, preferably from 10 to about 100 parts by weight per 100 parts by weight of the pigment. As a 
calcination temperature upon forming a black matrix with the composition, it is desired to calcine at a temperature such 
that the organic binder contained in the composition is burnt off in its entirety, the inorganic binder also contained in 
the composition is molten and th e compound-oxide black pigment is fixed on a substrate. For example, about 450-900°C 
is desired as the calcination temperature. 

[0069] Black matrices formed as described above are suited especially for various color displays. They are useful 
as color filters for LC displays and also as black matrices for LC displays, LC projectors, plasma address LCs and the 
like. They can also be used as color plasma display panels, that is, display panels in luminescent flat panel displays 
and also as black matrices in fluorescent display color display panels, luminescent diode color display panels, CRT 
color display panels an the like, whereby they can eliminate color blurring or color overlapping in displayed images 
and can provide the displayed images with vividness and good definition. 

[0070] The article, which pertains to the present invention and is provided with the black matrix, is characterized in 
that a black matrix has been formed on a color filter of an LC display or a display panel of a luminescent flat panel 
display, such as that described above, by using the above-described black-matrix-forming composition according to 
the present invention. 

[0071] A fabrication process of an LC color display will now be described based on one example thereof. An R, G 
and B color filter and a black matrix are formed on a color fitter substrate. An oriented film for the LC color display is 
formed, followed by rubbing treatment, the printing of seals and the formation of transfer electrodes. On an array 
substrate, on the other hand, TFT elements are formed, followed by the formation of an oriented film for the LC color 
display, rubbing treatment, and the spreading of a spacer. The array substrate and the color filter substrate are then 
bonded together, followed by the filling of a liquid crystal, the sealing of cells, the bonding of polarizers, etc. so that a 
color LC panel is obtained. Through a module assembly step in which an integrated driver circuit and an integrated 
control circuit are connected to the panel and an illuminating backlight or the like is mounted, an LC color display is 
fabricated. 

[0072] R, G and B coloring compositions for the formation of R, G and B pixels on a color filter can be those known 
to date, and the formation of the individual pixels can be conducted by a conventionally known method. Preferred 
examples of usable R, G and B pigments include C.I. Pigment Red 122, 123, 149, 177, 179, 190, 194, 207, 209 and 
so on; C.I. Pigment Yellow 24, 1 08, 1 09, 1 1 0, 1 66 and so on; C.I. Pigment Green 7, 36, 37 and so on; and C.l! Pigment 
Blue 15, 60, 66 and so on. 

[0073] The pixels of the color filter are n ot limited to a combination of the three primary colors, and other combinations 
such as those of three primary colors of indigo-blue, magenta and yellow are of course feasible. 
[0074] In the case of a color filter for an LC display or a like filter, the black-matrix-forming composition according to 
the present invention can be added further with one or more conventionally-known pigments, for example, to provide 
the resulting black matrix with an increased blackness so that a higher optical density can be obtained. Preferred as 
usable pigments are those having excellent fastness, superb electrical and physical properties, high coloring power, 
and a black color or a hue permitting easy toning into a black color. Illustrative examples of black pigments include c! 
I. Pigment Black 6, 7, 8, 9 and 1 0, the azomethineazo black pigments disclosed in Japanese Patent Publication (Ko koku) 
No. HEI 4-15265, and C.l. Pigment Black 31 and 32. 

[0075] As an example of fabrication of a display panel for a luminescent fiat panel display, a description will next be 
made of fabrication of a display panel for a color plasma display. 

[0076] Using the black-matrix-forming composition according to the present invention, a black matrix of a grid pattern 
is formed on a front glass substrate by a method similar to that described above. Formed next are transparent elec- 
trodes, metal electrodes, a transparent dielectric layer, stripe partitions, seal layers, and a magnesium oxide layer. 
Formed on a rear glass substrate are data electrodes, a white dielectric layer, stripe partitions, blue, green and red 
phosphor layers, and seal layers. The thus-formed front glass substrate and rear glass substrate are assembled. Seal- 
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ing, evacuation and gas filling steps are then performed. The assembly so obtained is connected to a circuit unit so 
that a display panel for a color plasma display is fabricated. 

[0077] R, G and B compositions for the formation of R, G and B pixels on a display filter of a luminescent flat panel 
display can be those known to date, and the formation of the individual pixels can be conducted by a conventionally 
5 known method. For example, preferred examples of phosphor pigments usable for color plasma display panels include 
(Y,Gd)B0 3 :Eu as a red phosphor, BaAI 12 0 19 :Mn and 2n 2 Si0 4 :Mn as green phosphors, and BaMgAI 14 0 23 :Eu2+ and 
BaMg2AI 16 0 2 7:Eu as blue phosphors. Further, illustrative LEDs include InGaN-system blue LEDs, GaAIAs-system red 
LEDs, and GaP-system green LEDs. 

[0078] The present invention will next be described more specifically by the following Synthesis Examples and Ex- 
10 amples of pigments useful in the practice of the present invention. All designations of "part" or "parts" and "%", which 
will follow, refer to part or parts by weight and wt.% unless specified otherwise. 

Synthesis Example 1 

15 [0079] A copper-iron-manganese compound-oxide black pigment (C.I. Pigment Black 26) was synthesized by a wet 
synthesis process. Specifically, measured were 120 parts of copper sulfate, 104 parts of iron sulfate heptahydrate and 
170 parts of manganese sulfate. They were completely dissolved in about 800 parts of water, whereby an aqueous 
solution of the mixed salts was prepared. Next, 240 parts of caustic soda were measured as a precipitant and were 
then dissolved in about 800 parts of water, so that an aqueous solution was prepared. Further, 800 parts of water were 

20 provided, to which the aqueous solution of the mixed salts and aqueous solution of caustic soda, both prepared above, 
were simultaneously added dropwise under stirring at 26°C. A precipitation reaction was brought to completion in about 
30 minutes to 1 hour. 

[0080] The reaction mixture was filtered and the resulting filtrate was washed with water to thoroughly wash away 
soluble salts, whereby a filter cake was obtained. This filter cake was dried at 100-120°C for 8 hours or longer. The 
25 dried filter cake so obtained was calcined at 520°C for 1 hour in an oxidizing atmosphere. Primary particles of a copper- 
iron-manganese compound-oxide black pigment (hereinafter called "BK-1 ") so obtained had an average particle size 
of about 0.1 u.m and a BET surface area of about 25 m 2 /g. 

Synthesis Example 2 

30 

[0081] In a manner as in Synthesis Example 1, a copper-chromium compound oxide (C.I. Pigment Black 28) was 
synthesized. Caustic soda was added as a precipitant to an aqueous solution of copper sulfate and chromium sulfate 
to conduct a precipitation reaction. Subsequent to filtration, water washing and drying, the dried filter cake so obtained 
was calcined at 520°C. Primary particles of a copper-chromium compound-oxide black pigment (hereinafter called 
35 "BK-2") so obtained had an average particle size of about 0.2 urn. 

Synthesis Example 3 

[0082] In a manner as in Synthesis Example 1 , a cobalt-chromium-iron compound oxide was synthesized. Caustic 
40 soda was added as a precipitant to an aqueous solution of cobalt sulfate, chromium sulfate and iron sulfate to conduct 
a precipitation reaction. Subsequentto filtration, water washing and drying, the dried filtercake so obtained was calcined 
at 520°C. Primary particles of a cobalt-chromium-iron compound-oxide black pigment (hereinafter called "BK-3") so 
obtained had an average particle size of about 0.05 urn 

45 Synthesis Example 4 

[0083] In a manner as in Synthesis Example 1, a cobalt-chromium-iron-manganese compound oxide was synthe- 
sized. Caustic soda was added as a precipitant to an aqueous solution of cobalt sulfate, chromium sulfate, iron sulfate 
and manganese sulfate to conduct a precipitation reaction. Subsequent to filtration, water washing and drying, the 
so dried filter cake so obtained was calcined at520°C. Primary particles of acobalt-chromium-iron-manganese compound- 
oxide black pigment (hereinafter called "BK-4") so obtained had an average particle size of about 0.1 um 

Synthesis Example 5 

55 [0084] In a manner as in Synthesis Example 1, a cobaltnickel-chromium-iron compound oxide was synthesized. 
Caustic soda was added as a precipitant to an aqueous solution of cobalt sulfate, nickel sulfate, chromium sulfate and 
iron sulfate to conduct a precipitation reaction. Subsequent to filtration, water washing and drying, the dried filter cake 
so obtained was calcined at 520°C. Primary particles of a cobalt-nickel-chromium-iron compound-oxide black pigment 
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(hereinafter called "BK-5") so obtained had an average particle size of about 0.1 nm. 
Synthesis Example 6 

[0085] A copper-iron-manganese compound-oxide black pigment was synthesized in the form of fine particles by a 
wet synthesis process. Specifically, measured were 120 parts of copper sulfate, 1 04 parts of iron sulfate heptahydrate 
and 1 70 parts of manganese sulfate. They were completely dissolved in about 800 parts of water, whereby an aqueous 
solution o the mixed salts was prepared. Next, 240 parts of caustic soda were measured as a precipitant and were 
then dissolved in about 800 parts of water, so that an aqueous solution was prepared. Further, 800 parts of water were 
prov.ded, to which the aqueous solution of the mixed salts and aqueous solution of caustic soda, both prepared above 
were simultaneously added dropwise under stirring at 26°C. A precipitation reaction was conducted at pH 12 for about 
30 minutes to 1 hour. After completion of the dropwise addition, 100 parts of a 35% aqueous solution of hydrogen 
peroxide were added dropwise while maintaining the pH, whereby oxidation treatment was conducted Completion of 
the oxidation reaction at that time was confirmed by measuring an oxidation-reduction potential 
[0086] After the completion of the oxidation treatment, the temperature of the reaction mixture was changed to 70°C 
and aging was then conducted for about 1 hour or so. The reaction mixture was then filtered and the resulting filtrate 
was washed with water to thoroughly wash away soluble salts, whereby a filter cake was obtained. This filter cake was 
dried at 100-120'C for 8 hours or longer. The dried filter cake so obtained was calcined at 520°C for 1 hour in an 
oxidizing atmosphere. A pigment so obtained was in the form of small primary particles, whose particle sizes ranged 
from about 0.01 to 0.06 um. Their BET specific surface area was about 56 m 2/g. The pigment was a copper-iron- 
manganese compound-oxide, fine particulate black pigment (hereinafter called "BK-6") which had good blackness 
coloring power and dispersibility and showed a bluish black color. 

Synthesis Example 7 

[0087] In a manner as in Synthesis Example 6. 1 20 parts of copper sulfate, 1 04 parts of iron sulfate heptahydrate 
and 170 parts of manganese sulfate were measured. They were completeV dissolved in about 800 parts of water 
whereby an aqueous solution of the mixed salts was prepared. Next, 240 parts of caustic soda were measured as a 
precipitant and were then dissolved in about 800 parts of water, so that an aqueous solution was prepared Further 
800 parts of water were provided, to which the aqueous solution of the mixed salts and aqueous solution of caustic 
soda, both prepared above, were simultaneously added dropwise under stirring while maintaining the resulting mixture 
at 26»C. A precipitation reaction was conducted at pH 12. After completion of the precipitation reaction, the reaction 
mixture was bubbled under stirring while feeding air at a flow rate of 50 liters/min through a bottom of a reaction tank 
so that oxidation treatment was conducted. Completion of the oxidation reaction at that time was confirmed bv moni- 
toring an oxidation-reduction potential. 

[0088] After the completion of the oxidation treatment, the temperature of the reaction mixture was changed to 70°C 
and aging was then conducted for about 1 hour or so. The reaction mixture was then filtered and the resulting filtrate 
was washed with water to thoroughly wash away soluble salts, whereby a fitter cake was obtained This filter cake was 
dried at 100-120'C for 8 hours or longer. The dried filter cake so obtained was calcined at 520«C for 1 hour in an 
oxidizing atmosphere. A pigment so obtained was in the form of small primary particles, whose particle sizes ranged 
from about 0.01 to 0.05 um. Their BET specific surface area was about 60 m 2/g. The pigment was a copper-iron- 
manganese compound-oxide, fine particulate black pigment (hereinafter called "BK-7") which had good blackness 
colonng power and dispersibility and showed a bluish black color. 

Synthesis Example 8 

[0089] In a manner as in Synthesis Example 6, 120 parts of copper sulfate and 227 parts of manganese sulfate were 
measured. They were completely dissolved in about 800 parts of water, whereby an aqueous solution of the mixed 
salts was prepared. Next, 240 parts of caustic soda were measured as a precipitant and were then dissolved in about 
800 parts of water, so that an aqueous solution was prepared. Further, 800 parts of water were provided to which the 
aqueous solution of the mixed salts and aqueous solution of caustic soda, both prepared above, were simultaneously 
added dropwise while maintaining the resulting mixture at 26°C. A precipitation reaction was conducted at pH 1 2 After 
completion of the dropwise addition, a 35% aqueous solution of hydrogen peroxide was added dropwise while main- 
taining the pH, whereby oxidation treatment was conducted. 

[0090] After the completion of the oxidation treatment, the temperature of the reaction mixture was changed to 70°C 
and aging was then conducted for about 1 hour or so. The reaction mixture was then filtered and the resulting filtrate 
was washed with water to thoroughly wash away soluble salts, whereby a filter cake was obtained This filter cake was 
dried at 100-120°C for 8 hours or longer and further, was calcined at 520°C for 1 hour in an oxidizing atmosphere A 
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pigment so obtained was in the form of small primary particles, whose particle sizes ranged from about 0.01 to 0.08 
u.m. Their BET specific surface area was about 42 m 2 /g. The pigment was a copper-manganese compound-oxide, fine 
particulate black pigment (hereinafter called °BK-8°) which had good blackness, coloring power and dispersibility and 
showed a bluish black color. 

5 

Synthesis Example 9 

[0091] The compound-oxide black pigment "BK-V obtained in Synthesis Example 1 was surface-treated with a sil- 
iceous material. Specifically, five hundred parts of the black pigment "BK-1 M were taken, to which 3 parts of an aqueous 

10 solution of sodium silicate (29% as silicic anhydride) and 1,000 parts of water were added to wet the pigment. The 
pigment was thoroughly dispersed in an attritor filled with steel balls until the mixture became a uniform flowable slurry. 
The slurry so obtained was caused to pass through a screen, whereby the slurry was separated from the steel balls. 
The slurry was diluted with water to give a total volume of 1 0,000 parts by volume. On the side, 380 parts of an aqueous 
solution of sodium silicate (29% as silicic anhydride) were diluted with water to give a total volume of 1 ,700 parts by 

*s volume. 

[0092] Further, 1 ,700 parts of a 3.30% aqueous solution of sulfuric acid were provided. The pigment dispersion was 
heated to 90°C, to which a dilute aqueous solution of sodium hydroxide was added to adjust the pH to 10.0. To the 
mixture so obtained, the dilute aqueous solution of sodium silicate and the dilute aqueous solution of sulfuric acid, both 
prepared above, were added dropwise. Their dropped amounts were controlled so that the reaction mixture remained 
20 alkaline. Subsequent to completion of the addition of both the solutions, stirring was continued for 1 hour, followed by 
the addition of dilute sulfuric acid to adjust the pH to 6.5-7.0. The slurry so obtained was filtered. The resulting filter 
cake was washed until soluble salts were eliminated, followed by drying, whereby 600 parts of a silica surface-treated, 
black, fine particulate compound-oxide pigment (hereinafter called "BK-9") were obtained. The amount of silica so 
coated was about 20% based on the pigment. 

25 

Synthesis Example 1 0 

[0093] To 500 parts of the compound-oxide black pigment "BK-1 " obtained in Synthesis Example 1 , 1 ,000 parts of 
a 1 0% aqueous solution of methanol, said solution containing 1 0 parts of an anionic dispersant, were added, whereby 

30 the pigment was wetted. Further, 4,000 parts of water were added, followed by thorough dispersion of the resultant 
mixture in an attritor filled with steel balls until the mixture became a uniform viscous slurry. The slurry so obtained was 
caused to pass through a screen, whereby the slurry was separated from the steel balls. The slurry was diluted with 
water to give a total volume of 1 0,000 parts by volume. On the side, 1 67 parts of an aqueous solution of sodium silicate 
(30% as silicic anhydride) were diluted with water to give a total volume of 1 ,000 parts by volume. Further, 1 ,000 parts 

35 of a 2.50% aqueous solution of sulfuric acid were provided. 

[0094] Similarly to the surface treatment method for the pigment in Synthesis Example 6, the pigment dispersion 
which had been heated to 90°C was adjusted to pH 10.0 with a dilute aqueous solution of sodium hydroxide. To the 
mixture so obtained, the dilute aqueous solution of sodium silicate and the dilute aqueous solution of sulfuric acid, both 
prepared above, were added dropwise under control so that the reaction mixture remained alkaline. Subsequent to 

40 completion of the addition of both the solutions, stirring was continued for 1 hour, followed by the addition of dilute 
sulfuric acid to adjust the pH to 6.5-7.0. The slurry so obtained was filtered. The resulting filter cake was washed, 
followed by drying, whereby 550 parts of a surface-treated, black compound-oxide pigment (hereinafter called "BK- 
10") were obtained. The amount of the surface treatment material was about 10% based on the pigment. When the 
frictional electricity of "BK-10 n so obtained was measured by the blow-off method, a negative value was indicated so 

45 that an improvement in electrical insulating property was observed. 

Synthesis Example 11 

[0095] Similarly to the surface treatment method for the pigment in Synthesis Example 9, 500 parts of the fine par- 
so ticulate, compound-oxide black pigment "BK-6" obtained in Synthesis Example 6 were taken, to which a 1 0% aqueous 
solution of methanol, said solution containing an anionic dispersant, and water were added. The pigment was thor- 
oughly dispersed in an attritor, followed by the dilution with water to give a total volume of 1 ,000 parts by volume. On 
the side, 167 parts of an aqueous solution of sodium silicate were diluted with water to give a total volume of 1,000 
parts by volume. Further, 1 ,000 parts of a 2 .50% aqueous solution of sulfuric acid were provided. Similarly to the surface 
55 treatment method for the pigment in Synthesis Example 9, the pigment dispersion which had been heated to 90°C was 
adjusted to pH 1 0.0 with a dilute aqueous solution of sodium hydroxide. To the mixture so obtained, the dilute aqueous 
solution of sodium silicate and the dilute aqueous solution of sulfuric acid, both prepared above, were added dropwise 
under control so that the reaction mixture remained alkaline. Subsequent to completion of the addition of both the 
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solutions, the resulting mixture was stirred for 1 hour, followed by the adjustment to pH 6.5-7.0 with dilute sulfuric acid. 
The slurry so obtained was then filtered. The resulting filter cake was washed, followed by drying, whereby 550 parts 
of a surface-treated, black compound-oxide pigment (hereinafter called °BK-ir) were obtained. The amount of the 
surface treatment material was about 10% based on the pigment. When the frictional electricity of "BK-11 n so obtained 
was measured by the blow-off method, a negative value was indicated so that an improvement in electrical insulating 
property was observed. 

Synthesis Example 12 

[0096] The compound-oxide black pigment B BK-6 n obtained in the form of fine particles in Synthesis Example 6 was 
surface-treated with a siliceous material. Specifically, like the surface treatment method for the pigment in Synthesis 
Example 6, an aqueous solution of sodium silicate and water were added to the black pigment "BK-6 n . The pigment 
was dispersed in an attritor, followed by the dilution with water. On the side, a dilute aqueous solution of sodium silicate 
and a dilute aqueous solution of sulfuric acid were provided. The pigment dispersion was heated to 90°C and its pH 
was adjusted to 10.0 by addition of a dilute aqueous solution. To the mixture so obtained, the dilute aqueous solution 
of sodium silicate and the dilute aqueous solution of sulfuric acid, both obtained above, were added dropwise. Subse- 
quent to completion of the addition of both the solutions, stirring was continued for 1 hour, followed by the adjustment 
of the pH to 6.5-7.0 with dilute sulfuric acid. The slurry so obtained was filtered, and the resulting filter cake was washed 
and then dried. A silica surface-treated, black, fine particulate compound-oxide pigment (hereinafter called "BK-12") 
were obtained. The amount of silica so coated was about 30% based on the pigment. 

Synthesis Example 13 

[0097] The compound-oxide black pigment n BK-7 n obtained in the form of fine particles in Synthesis Example 7 was 
surface-treated with melamine resin layers. Specifically, fifty parts of an 70% aqueous solution of methylated methyl- 
olmelamine were diluted and dissolved in 50 parts of water. To the solution so obtained, 2.5 parts of glycine, 1 .4 parts 
of a 7% aqueous solution of hydrochloric acid and 1 0 parts of water were added, followed by reaction at 50-55°C. After 
polycondensation was conducted until an initial condensation product crystallized out in chilled water, 7.6 parts of a 
20% aqueous solution of sodium hydroxide and 3.5 parts of water were added for neutralization so that the reaction 
was suspended. The solution had a solid content of about 30% and, even when diluted with water, it remained in a 
clear solution form. Two hundred parts of the resin solution were added with water to give a total volume of 600 parts, 
whereby a resin solution of a methyloimelamine initial condensation product was obtained for the treatment of the 
pigment. 

[0098] One hundred parts of the compound-oxide black pigment "BK-7" obtained in the form of fine particles in 
Synthesis Example 7 were taken, to which 200 parts of a 10% aqueous solution of methanol, said solution containing 
1 0 parts of an anionic dispersant, were added, whereby the pigment was wetted. Further, 1 ,700 parts of water were 
added, followed by thorough deflocculation and dispersion. The resultant dispersion was then charged in a reaction 
vessel and its pH was adjusted to pH 4.5-5 with an aqueous solution of acetic acid. At 80-90°C, 600 parts of the above- 
described resin solution were added dropwise over 4 hours. Further, the pH was adjusted to 4.5-5 with an aqueous 
solution of acetic acid, followed by stirring for 3 hours to cure coatings. Filtration, water washing and drying were then 
conducted, whereby 130 parts of a surface-treated, compound-oxide black pigment (hereinafter called "BK-13") were 
obtained. The amount of the surface treatment material was about 30% based on the pigment. When the frictional 
electricity of "BK-13 n so obtained was measured by the blow-off method, a positive value was indicated so that an 
improvement in electrical insulating property was observed. 

Synthesis Example 14 

[0099] The compound-oxide black pigment "BK-2" obtained in Synthesis Example 2 was surface-treated with mela- 
mine resin films. Specifically, following the treatment method for the pigment in Synthesis Example 13, 100 parts of 
the copper-chromium compound-oxide black pigment "BK-2" were added with 200 parts of a 10% aqueous solution of 
methanol, said solution containing 2 parts of an anionic dispersant, whereby the pigment was wetted. Further, 1,700 
parts of water were added, followed by thorough deflocculation and dispersion. The resultant dispersion was then 
charged in a reaction vessel and its pH was adjusted to pH 4.5-5 with an aqueous solution of acetic acid. At 80-90°C, 
300 parts of the pigment-treating resin solution of the methylolmalamine initial condensation product, said resin solution 
having been employed in Synthesis Example 12, were added dropwise over 2 hours. Further, the pH was adjusted to 
4.5-5 with an aqueous solution of acetic acid, followed by stirring for 3 hours to cure coatings. Filtration, water washing 
and drying were then conducted, whereby 115 parts of a surface-treated, compound-oxide black pigment (hereinafter 
called "BK-14") were obtained. The amount of the surface treatment material was about 15% based on the pigment. 
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When the factional electricity of n BK-14" so obtained was measured by the blow-off method, a positive value was 
indicated so that an improvement in electrical insulating property was observed. 

Synthesis Example 15 

[0100] The compound-oxide black pigment "BK-1 ■ obtained in Synthesis Example 1 was surface-treated with epoxy 
resin coatings. Specifically, using a reaction product between a liquid epoxy resin composed primarily of bisphenol A 
diglycidyl ether and sodium aspartate, 300 parts of its 1 0% aqueous solution were provided as an aqueous epoxy resin 
solution for the treatment of the pigment. As in Synthesis Example 1 3, 1 00 parts of the compound-oxide black pigment 
"BK-1° were added with a 10% aqueous solution of methanol, said solution containing an anionic dispersant, and also 
with water, followed by thorough deflocculation and dispersion. 

[01 01] The resultant dispersion was then charged in a reaction vessel. At room temperature, 300 parts of the epoxy 
resin solution were added dropwise over 1 hour. The resulting mixture was heated to 50°C, at which a 2% aqueous 
solution of hexamethylenediamine was added dropwise over 1 hour, followed by stirring at 60°C for 3 hours to cure 
coatings. Filtration, water washing and drying were then conducted, whereby 115 parts of a surface-treated, compound- 
oxide black pigment (hereinafter called n BK-15") were obtained. The amount of the surface treatment material was 
about 15% based on the pigment. When the frictional electricity of "BK-1 5" so obtained was measured by the blow-off 
method, a positive value was indicated so that an improvement in electrical insulating property was observed. 

Synthesis Example 16 

[0102] In a manner as in Synthesis Example 1 , blue, green and brown pigments, which were composed of compound 
oxides, respectively, were synthesized. 

[0103] Specifically, C.I. Pigment Blue 28 composed of a cobalt-aluminum compound oxide was synthesized. Namely, 
caustic soda was added as a precipitant to an aqueous solution of cobalt sulfate and aluminum sulfate to conduct a 
precipitation reaction. After filtration, water washing and drying, the resulting filter cake was calcined at 520°C. Primary 
particles of the thus-obtained blue pigment (hereinafter called "BL-2") had an average particle size of about 0.1 urn. 
[0104] C. I . Pigment Green 26 composed of a cobalt-aluminum-chromium compound oxide was synthesized. Namely, 
caustic soda was added as a precipitant to an aqueous solution of cobalt sulfate, aluminum sulfate and chromium 
sulfate to conduct a precipitation reaction. After filtration, waterwashing and drying, the resulting filtercake was calcined 
at 520°C. Primary particles of the thus-obtained green pigment (hereinafter called °GR-2") had an average particle 
size of about 0.2 um 

[0105] C.I. Pigment Brown 33 composed of an iron -zinc-chromium compound oxide was synthesized. Namely, caus- 
tic soda was added as a precipitant to an aqueous solution of iron sulfate, zinc sulfate and chromium sulfate to conduct 
a precipitation reaction. After filtration, water washing and drying, the resulting filtercake was calcined at 520°C. Primary 
particles of the thus-obtained brown pigment (hereinafter called n BR-1") had an average particle size of about 0.2 um 

Example 1 

[0106] To fabricate an LC display having a color filter which was provided with a black matrix, pigments, that is, the 
compound-oxide black pigment "BK-1 M obtained in Synthesis Example 1 , a red pigment "R-1 ", a green pigment n G-1" 
and a blue pigment "BL-1 " were separately dispersed in portions of a photosensitive resin varnish composed primary 
of a polyurethane acrylate resin by a three-roll mill, whereby four UV-curing, colored compositions were prepared. 
Proportioning was conducted in accordance with the following formula. 



Component 


Bk 


R 


G 


B 


Compound-oxide black pigment "BK-1 n 


25 








Red pigment "R-V (C.I. Pigment Red 149) 




15 






Green pigment n G-1" (C.I. Pigment Green 36) 






20 




Blue pigment M BL«1° (C.I. Pigment Blue 15) 








10 


Polyurethane acrylate resin varnish 


30 


30 


30 


30 


Trimethylolpropane triacrylate 


10 


10 


10 


10 


Neopentyl glycol diacrylate 


5 


5 


5 


5 
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(continued) 



Component 


Bk 


R 


G 


6 


Hydroxy-2-methylpropylphenone 


2 


2 


2 


2 


2,2-Diethoxyacetophenone 


1 


1 


1 


1 


Isopropyl alcohol 


13 


20 


17 


23 


Toluene 


7 


10 


8 


12 


Ethyl acetate 


7 


7 


7 


7 


Total 


100 


100 


100 


100 



[0107] To Investigate performance as a black matrix for an LC display, the above black-matrix-forming composition 
15 was coated by a roll coater on a glass substrate, which had been subjected to surface treatment with a silane coupling 
agent, over the entire surface thereof to a wet thickness of 5 um, followed by predrying at 60°C for 5 minutes. Full- 
surface exposure was conducted at a light quantity of 400 mJ/cm 2 under a 250 W extra-high pressure mercury lamp. 
The blackness of the resultant coating film was measured by a Macbeth densitometer. A value of 3.0 was indicated. 
The glass substrate with the coating film formed thereon was placed in front of a fluorescent lamp to investigate its 
20 light shielding property. Light from the lamp was completely shielded, thereby demonstrating excellent performance 
as a black matrix. 

[0108] Next, a color filter provided with a black matrix was fabricated. Namely, the above black-matrix-forrning com- 
position was coated as a first color by a roll coater on a glass substrate, which had been subjected to surface treatment 
with the silane coupling agent, to a wet thickness of 5 urn, followed by predrying at 60°C for 5 minutes. Thereafter, a 
25 photomask having a grid pattern thereon was brought into close contact with the thus-coated glass substrate, followed 
by exposure at 400 mJ/cm 2 under a 250 W extra-high pressure mercury lamp. Unexposed portions were then washed 
away with a developer which contained isopropyl alcohol, toluene and ethyl acetate as principal components. After 
rinsed with isopropyl alcohol, the coating layer was dried by dry air so that a grid-shaped black matrix having a line 
width of 50 ^m was obtained. 

30 [0109] On the glass substrate with the grid-shaped black matrix formed thereon as described above, the R, G and 
B inks were uniformly coated one ink after another as second, third and fourth colors, respectively, by a roll coater as 
in the case of the black-matrix-forming composition so that the three colors of R, G and B are cyclically arranged in 
the resulting black matrix grid and no regions of the same color are located adjacent to each other. Using photomasks 
for R, G and B, exposure was conducted to form an R, G and B mosaic pattern so that an R, G and B color filter 

35 provided with the black matrix was obtained. 

[0110] Following a conventional method, an oriented film for LCD was formed on the color filter substrate obtained 
as described above. Rubbing, printing of seals, and formation of transfer electrodes were then conducted. On the side, 
TFT elements and an oriented film for LCD were formed on an array substrate. Rubbing was conducted and a spacer 
was then spread. The array substrate and the color filter substrate were bonded together. Injection of a liquid crystal, 

40 sealing and bonding of polarizers were then conducted, whereby a color LC panel was obtained. Through a module 
assembly step in which an integrated driver circuit and an integrated control circuit were connected to the color LC 
panel and an illuminating backlight or the like is mounted, an LC color display was fabricated. 
[0111] Since the individual R, G and B colors were isolated from each other by the black matrix, the thus-obtained 
LC color display was able to form a vivid image with good color reproducibility without overlapping of the individual 

45 colors. 

Example 2 

[0112] Similarly to Example 1 , an LC display having a color filter provided with a black matrix was fabricated. Spe- 
50 cifically, 35 parts of the compound-oxide black pigment "BK-8 n obtained in Synthesis Example 8 were used instead of 
"BK-r. By a dispersion mixer, a black-matrix-forming UV-curing composition was prepared in accordance with the 
following formula: 





Parts 


B BK-8° 


35 


Polyurethane acrylate resin varnish 


25 


Trimethylolpropane triacrylate 


8 
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(continued) 





Parts 


Neopentyl glycol diacrylate 


4 


2-Hydroxy-2-methylpropylphenone 


1.8 


2,2-Diethoxyacetophenone 


0.9 


Isopropyl alcohol 


13.7 


Toluene 


6.8 


Ethyl acetate 


4.8 



[0113] The above black-matrix-forming composition was coated to a wet thickness of 3 ujn by a roll coater on a 
surface-treated glass substrate, followed by exposure and ^solubilization. The optical density of the resultant coating 
film was 2.9. The coating film had high surface resistance so that sufficient electrical insulating property was exhibited. 

15 it also had high light shielding property. It therefore demonstrated to have excellent performance as a black matrix. 
[0114] Next, a color filter provided with a black matrix was fabricated. Namely, the above black-matrix-forming com- 
position was coated by a roll coater on a surface-treated glass substrate to give a wet thickness of 3 urn. Subsequent 
to predrying, a photomask was applied in close contact with the thus-coated glass substrate. Under an extra-high 
pressure mercury lamp, the coating layer was subjected to exposure and ^solubilization. Unexposed portions were 

20 then washed away. The thus-exposed coating layer was rinsed and dried, whereby a grid-shaped black matrix having 
a line width of 50 u/n was obtained. 

[01 1 5] Using the R, G and B inks and B, G and R photomasks employed in Example 1 , a color filter having an R, G 
and B mosaic pattern was next obtained. Thereafter, an LC color display was fabricated in a usual manner. Since the 
individual R, G and B colors were isolated from each other by the black matrix, the LC color display was able to form 
25 a vivid image having high color purity, high contrast and excellent luminance. 

Example 3 

[0116] Similarly to Example 1 , an LC display having a color filter provided with a black matrix was fabricated. Spe- 
30 cifically, the compound-oxide black pigment "BK-1 0 n , which had been obtained in Synthesis Example 1 0 and surface- 
treated with the siliceous material, was used instead of "BK-1 n employed in Example 1 . Using the pigment, polyurethane 
acrylate resin varnish, polyacrylate monomers, photopolymerization catalyst and solvents in the same proportions; a 
black-matrix-forming UV-curing composition was prepared by a dispersion mixer. 

[0117] The above black-matrix-forming composition was coated to a wet thickness of 3 |xm by a roll coater on a 
35 surface-treated glass substrate, followed by exposure and insolubilization. The optical density of the resultant coating 
film was 2.6. The coating film had high surface resistance so that sufficient electrical insulating property was exhibited. 
It also had high light shielding property, it therefore demonstrated to have excellent performance as a black matrix. 
[01 1 8] Next, a color filter provided with a black matrix was fabricated. Namely, the above black-matrix-forming com- 
position was coated by a roll coater on a surface-treated glass substrate to give a wet thickness of 3 urn Subsequent 
40 to predrying, a photomask was applied in close contact with the thus-coated glass substrate. Under an extra-high 
pressure mercury lamp, the coating layer was subjected to exposure and insolubilization. Unexposed portions were 
then washed away. The thus-exposed coating layer was rinsed and dried, whereby a grid-shaped black matrix having 
a line width of 50 u.m was obtained. Using the R, G and B inks and B, G and R photomasks employed in Example 1 , 
a color filter having an R, G and B mosaic pattern was next obtained. Thereafter, an LC color display was fabricated 
45 in a usual manner. Since the individual R, G and B colors were isolated from each other by the black matrix, the LC 
color display was able to form a vivid image having high color purity, high contrast and excellent luminance. 

Example 4 

so [0119] Similarly to Example 1 , an LC display having a color filter provided with a black matrix was fabricated. Spe- 
cifically, the compound-oxide black pigment "BK-14", which had been obtained in Synthesis Example 14 and surface- 
treated with the resin, was used instead of "BK-1" employed in Example 1 . Using the pigment, polyurethane acrylate 
resin varnish, polyacrylate monomers, photopolymerization catalyst and solvents in the same proportions, a black- 
matrix-forming UV-curing composition was prepared by a dispersion mixer. 

55 [0120] The above black-matrix-forming composition was coated to a wet thickness of 5 u/n by a roll coater on a 
surface-treated glass substrate. Subsequent to predrying, exposure and insolubilization were conducted. The optical 
density of the resultant coating film was 3.1 . The coating film had high surface resistance so that sufficient electrical 
insulating property was exhibited. It also had high light shielding property. It therefore demonstrated to have excellent 
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performance as a black matrix. 

[0121] Next, a color filter provided with a black matrix was fabricated. Namely, the above black-matrix-forming com- 
position was coated by a roll coater on a surface-treated glass substrate to give a wet thickness of 5 ujn. Subsequent 
to predrying, a photomask was applied in close contact with the thus-coated glass substrate. Under an extra-high 
5 pressure mercury lamp, the coating layer was subjected to exposure and ^solubilization. Unexposed portions were 
then washed away. The thus-exposed coating layer was rinsed and dried, whereby a grid-shaped black matrix having 
a line width of 50 ujti was obtained. 

[0122] Using the R, G and B inks and B, G and R photomasks employed in Example 1 , a color filter having an R, G 
and B mosaic pattern was next obtained. Thereafter, an LC color display was fabricated in a usual manner. Since the 
10 individual R, G and B colors were Isolated from each other by the black matrix, the LC color display was able to form 
a vivid image having high color purity, high contrast and excellent luminance. 

Example 5 

» [01 23] Similarly to Example 1 , an LC display having a color filter provided with a black matrix was fabricated. Spe- 
cifically, the compound-oxide black pigment "BK-15 0 , which had been obtained in Synthesis Example 15 and surface- 
treated with the resin, was used instead of "BK-1 " employed in Example 1 . Using the pigment, polyurethane acrylate 
resin varnish, polyacrylate monomers, photopolymerization catalyst and solvents in the same proportions, a black- 
matrix-forming UV-curing composition was prepared by a dispersion mixer. 

20 [0124] The above black-matrix-forming composition was coated to a wet thickness of 5 urn by a roll coater on a 
surface-treated glass substrate. Subsequent to predrying, exposure and ^solubilization were conducted. The optical 
density of the resultant coating film was 2.9. The coating film had high surface resistance so that sufficient electrical 
insulating property was exhibited. It also had high iight shielding property. It therefore demonstrated to have excellent 
performance as a black matrix. 

25 [01 25] Next, a color filter provided with a black matrix was fabricated. Namely, the above black-matrix-forming com- 
position was coated by a roll coater on a surface-treated glass substrate to give a wet thickness of 5 urn. Subsequent 
to predrying, a photomask was applied in close contact with the thus-coated glass substrate. Under an extra-high 
pressure mercury lamp, the coating layer was subjected to exposure and ^solubilization. Unexposed portions were 
then washed away. The thus-exposed coating layer was rinsed and dried, whereby a grid-shaped black matrix having 

30 a line width of 50 urn was obtained. 

[0126] Using the R, G and B inks and B, G and R photomasks employed in Example 1 , a color niter having an R, G 
and B mosaic pattern was next obtained. Thereafter, an LC color display was fabricated in a usual manner. Since the 
individual R, G and B colors were isolated from each other by the black matrix, the LC color display was able to form 
a vivid image having high color purity, high contrast and excellent luminance. 

35 

Example 6 

[0127] Similarly to Example 1 , an LC display having a color filter provided with a black matrix was fabricated. Spe- 
cifically, 20 parts of the compound-oxide black pigment "BK-10", which had been obtained in Synthesis Example 10, 
40 and 10 parts of a below-described carbon black pigment, which had been surface-treated with a siliceous material, 
were used instead of "BK-1" employed in Example 1 . By a dispersion mixer, a black-matrix-forming UV-curing compo- 
sition was prepared in accordance with the following formula: 





Parts 


"BK-10" 


20 


Surface-treated carbon black pigment 


10 


Polyurethane acrylate resin varnish 


25 


Trimethylolpropane triacrylate 


6 


Neopentyl glycol diacrylate 


4 


2-Hydroxy-2-methylpropylphenone 


1.8 


2,2-Diethoxyacetophenone 


0.9 


Isopropyl alcohol 


16.3 


Toluene 


8 


Ethyl acetate 


6 



[01 28] The above black-matrix-forming composition was coated by a roll coater on a surface-treated glass substrate. 
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Subsequent to predrying, exposure and insolubilization were conducted. The optical density of the resultant coating 
film was 3.5. The coating film had high surface resistance so that sufficient electrical insulating property was exhibited 
It also had high light shielding property. It therefore demonstrated to have excellent performance as a black matrix 
[0129] Next, a color filter provided with a black matrix was fabricated. Namely, the above black-matrix-forming com- 

5 position was coated by a roll coater on a surface-treated glass substrate. Subsequent to predrying, a photomask was 
applied in close contact with the thus-coated glass substrate, followed by exposure and Insolbulization. Unexposed 
portions were then washed away. The thus-exposed coating layer was rinsed and dried, whereby a grid-shaped black 
matnx having a line width of 50 u.m was obtained. Using the R, G and B inks and B, G and R photomasks employed 
in Example 1 , similar operations were conduced so that a colorfilter having an R, G and B mosaic pattern was obtained 

10 [0130] Then, an LC color display was fabricated in a usual manner. 

[01 31] Since the individual R, G and B colors were isolated from each other by a black matrix, the above-obtained 
LC color display was able to form a vivid image having high color purity, high contrast and excellent luminance. 
[0132] The surface-treated carbon black pigment employed as described above had been obtained as in Synthesis 
Example 3 by subjecting a carbon black pigment (C.I. Pigment Black 7) to surface treatment with a siliceous material 

is in an amount of about 20% based on the pigment. 



Example 7 



20 



25 



30 



35 



40 



45 



[01 33] To fabricate an LC display having a color filter provided with a black matrix, 30 parts of the fine particulate 
compound-oxide black pigment "BK-4" obtained in Synthesis Example 4 were added to and mixed with a photosensitive 
resin varnish which was composed of 23 parts of a methacrylate ester-methacrylic acid copolymer resin of the alkaline 
development type, 1 0 parts of pentaerythritol triacrylate, 5 parts of diethylene glycol diacrylate and 30 parts of propylene 
glycol monomethyl ether acetate. The pigment was dispersed in a ball mill. Further, 5 parts of a photopolymerization 
initiator were added and mixed, whereby a black-matrix-forming UV-curing composition was prepared. 
[0134] The above black-matrix-forming composition was coated by a roll coater to a wet thickness of 3 u.m on a 
surface-treated glass substrate. Subsequent to predrying, exposure and insolubilization were conducted. The optical 
density of the resultant coating film was 2.8. The coating film had high surface resistance so that sufficient electrical 
insulating property was exhibited. It also had high light shielding property. It therefore demonstrated to have excellent 
performance as a black matrix. 

[0135] The black-matrix-forming UV-curing composition was coated to a wet thickness of 3 u/n on a surface-treated 
glass substrate by a roll coater. Next, predrying was conducted at 60°C for 5 minutes. A photomask having a grid 
pattern therein was then brought into close contact with the thus-coated glass substrate. Under a 250 W extra-high 
pressure mercury lamp, exposure was conducted at a light quantity of 400 mJ/cm2 to insolubilize the coating layer 
Unexposed portions were then washed away with a developer which contained sodium carbonate as a principal com- 
ponent in a dilute aqueous solution of isopropyl alcohol. The thus-washed coating layer was dried at 60°C, whereby 
a grid-shaped pattern was obtained. 

[0136] The pigments BL-1 , G-1 and R-1 employed in Example 1 were then separately added to and mixed with 
portions of the above-described photosensitive resin varnish. Using ball mills, the pigments were separately dispersed 
and a photopolymerization initiator was then added and mixed, so that UV-curing R, G and B inks were prepared. To 
form an R, G and B pattern similar to that obtained in Example 1 , operations were conducted as described above 
using the R, G and B inks and B, G and R photomasks, a colorfilter having an R, G and B mosaic pattern was obtained' 
An LC color display was then fabricated in a usual manner. Since the individual R, G and B colors were isolated from 
each other by the black matrix, the LC color display so obtained was able to form a vivid image having high color purity 
high contrast and excellent luminance. *" ~ 

Example 8 



[0137] To fabricate an LC display having a color filter which was provided with a black matrix, pigments, that is the 
compound-oxide black pigment "BK-2" obtained in Synthesis Example 2 and the pigments M R-1 tt , "G-1" and "BL-I" of 
the individual colors used in Example 1 were separately dispersed by a three-roll mill in portions of a photosensitive 
aromatic polyimide resin varnish containing a photosensitizer in accordance with the below-described formula, whereby 
photosensitive compositions of the four colors were prepared for a color filter. 



Component 


Bk 


R 


G 


B 


Compound-oxide black pigment "BK-2" 


20 








Red pigment "R-1" (C.I. Pigment Red 149) 




10 







17 



EP 0 740 183 B1 



(continued) 



Component 


Bk 


R 


G 


B 


Green pigment B G-1 W (C.I. Pigment Green 36) 






10 




Blue pigment M BL-1" (C.I. Pigment Blue 15) 








10 


Photosensitive polyimide resin varnish 


50 


50 


50 


50 


N-Methyl-2-pyrrolidone 


30 


40 


40 


40 


Total 


100 


100 


100 


100 



[0138] To investigate performance as a black matrix, a glass plate which had been treated with a silane coupling 
agent was mounted on a spinner and the above-described black-matrix-forming composition according to the present 
invention was spin-coated. The spin coating was conducted first at 1 ,000 rpm for 5 seconds and then at 2,000 rpm for 
5 seconds. 

[0139] Pre-baking was next conducted at 65°C for 30 seconds. Using an extra-high pressure mercury lamp, full- 
surface exposure was conducted at a light quantity of 900 mJ/cm 2 . The coating layer was subjected to post-baking at 
200°C for 30 minutes and then at 300°C for 60 minutes. The blackness of the resultant coating film was measured by 
a Macbeth densitometer. A value of 2.9 was Indicated. The glass substrate with the coating film formed thereon was 
placed in front of a fluorescent lamp to investigate its light shielding property. Light from the lamp was completely 
shielded, thereby demonstrating excellent performance as a black matrix. 

[0140] Next, a color filter provided with a black matrix was fabricated. A glass plate which had been treated with the 
silane coupling agent was mounted on a spinner and the above-described black-matrix-forming composition according 
to the present invention was spin-coated. The spin coating was conducted first at 1 ,000 rpm for 5 seconds and then 
at 2,000 rpm for 5 seconds. Pre-baking was next conducted at 65°C for 30 seconds. A photomask having a grid pattern 
was applied in close contact with the thus-coated glass plate. Using an extra-high pressure mercury lamp, full-surface 
exposure was conducted at a light quantity of 900 mJ/cm 2 . The resulting coating layer was developed with a specially- 
prepared developer and then washed with a specially-prepared rinse, followed by post-baking at 200°C for 30 minutes 
and then at 300°C for 60 minutes. A glass substrate provided with a grid-shaped black matrix pattern having a line 
width of 20 u,m was obtained. 

[0141] Using a blue color composition as a second color, a green color composition as a third color and a red color 
composition as a fourth color, operations similar to those conducted with the black matrix composition according to the 
present invention were repeated three times, so that a color filter having a mosaic pattern was obtained. Next, a LC 
color display was fabricated in a usual manner. As the individual R, G and B colors did not overlap, the LC color display 
was excellent in color-light separability and luminance and was able to form a very vivid image. 

Example 9 

[0142] ALC display having a color filter provided with a black matrix was fabricated in a similar manner as in Example 
8. In place of "BK-2" used in Example 8, 30 parts of the surface-treated, compound-oxide black pigment "BK-11" 
obtained in Synthesis Example 1 1 were dispersed in a mixture which consisted of 45 parts of a photosensitive polyimide 
resin varnish containing a photosensitizer and 25 parts of N-methyl-2-pyrrolidone. 

[0143] The above black-matrix-forming composition according to the present invention was spin-coated on a surface- 
treated glass substrate. The coating layer was subjected to pre-baking, exposure and post-baking. The optical density 
of the resultant coating film was 2.8. The coating film had high surface resistance so that sufficient electrical insulating 
property was exhibited. It also had high light shielding property. Ittherefore demonstrated to have excellent performance 
as a black matrix. 

[0144] Next, a color filter provided with a black matrix was fabricated. Specifically, the black-matrix-forming compo- 
sition according to the present invention was spin-coated on a surface-treated glass substrate. Subsequent to pre- 
baking, a photomask was applied in close contact with the thus-coated glass substrate, followed by exposure and 
^solubilization, development and washing, and post-baking. A glass substrate provided with a grid-shaped black matrix 
pattern having a line width of 20 urn was obtained. Using the R, G and B colored compositions employed in Example 
8, similar operations were conducted so that a color filter provided with an R, G and B mosaic pattern was obtained. 
[0145] An LC color display was then fabricated in a usual manner. Since the individual R, G and B colors were isolated 
from each other by the black matrix, the color display so obtained was able to form a vivid image having high color 
purity, high contrast and excellent luminance. 
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Example 1 0 

[0146] Twenty-five parts of the compound-oxide black pigment "BK-5", which had been obtained In Synthesis Ex- 
ample 5, were added to and mixed with a photosensitive resin varnish which was composed of 1 0 parts of the styrene- 

5 methacrylate ester-methacrylic acid copolymer resin of the alkaline development type, 5 parts of pentaerythritol tria- 
crylate, 2 parts of diethylene glycol dlacrylate and 56 parts of propylene glycol monomethyl ether acetate. The pigment 
was dispersed In a ball mill. Further, 2 parts of the photopolymerization initiator were added and mixed, whereby a 
black-matrix-forming UV-curing composition according to the present invention was prepared. 
[0147] The above black-matrix-forming composition according to the present invention was spin-coated to a wet 

10 thickness of 3 \ur\ on a surface-treated glass substrate, first at 200 rpm for 30 seconds and then at 1 ,200 rpm for 5 
seconds. The coating layer was subjected to pre-baking, exposure and post-baking. The optical density of the resultant 
coating film was 3.2. The coating film had high surface resistance so that sufficient electrical insulating property was 
exhibited. It also had high light shielding property. It therefore demonstrated to have excellent performance as a black 
matrix. 

is [01 48] A surface-treated glass substrate was mounted on a spin coater, and the above-described black-matrix-form- 
ing UV-curing composition was spin-coated to a wet thickness of 3 u.m first at 200 rpm for 5 seconds and then at 1 ,200 
rpm for 5 seconds. After pre-baking was conducted at 60°C for 5 minutes, a photomask having a grid pattern was 
applied in close contact with the thus-coated glass substrate. Using a 250 W extra-high pressure mercury lamp, ex- 
posure was conducted at a light quantity of 400 mJ/cm 2 to insolubilize the coating layer. Unexposed portions were 

20 then washed away with a developer which contained sodium carbonate as a principal component in a dilute aqueous 
solution of isopropyl alcohol. The resulting coating layer was dried at 60°C, whereby a grid pattern was obtained. 
[01 49] The pigments "BL-1 °, "G-1 " and "R-1 n employed in Example 1 were then separately added to and mixed with 
portions of the above-described photosensitive resin varnish. Using ball mills, the pigments were separately dispersed 
and the photopolymerization initiator was then added and mixed, so that UV-curing R, G and B inks were prepared. 

25 To form an R, G and B pattern similar to that obtained in Example 1 , operations were conducted as described above, 
using the R, G and B inks and B, G and R photomasks, a color filter having an R, G and B mosaic pattern was obtained. 
An LC color display was then fabricated in a usual manner. Since the individual R, G and B colors were isolated from 
each other by the black matrix, the color display so obtained was able to form a vivid image having high color purity, 
high contrast and excellent luminance. 

30 

Example 11 

[0150] To fabricate an LC display having a color filter which was provided with a black matrix, pigments, that is, the 
compound-oxide black pigment "BK-1 3" obtained in Synthesis Example 13 and surface-treated with the resin, C.I. 
35 Pigment Blue 15 (BL-2) and C.I. Pigment Violet 23 (V-1), and the red pigment "R-1", the green pigment "G-V and the 
blue pigment "BL-1" employed in Example 1 were proportioned in accordance with the following formula and then 
dispersed, whereby black, R, G and B inks were prepared for offset lithographic printing. 



Component 


Bk 


R 


G 


B 


Surface-treated, compound-oxide black pigment "BK-13" 


25 








Blue pigment "BL-2" 


5 








Violet pigment "V-1" 


10 








Red pigment "R-1" (C.I. Pigment Red 149) 




30 






Green pigment "G-1" (C.I. Pigment Green 36) 






40 




Blue pigment M BL-1" (C.I. Pigment Blue 15) 








20 


Mixed varnish for offset lithographic inks 


50 


60 


50 


70 


Drier 


1 


1 


1 


1 


Ink solvent 


9 


9 


9 


9 


Total 


100 


100 


100 


100 



55 

[0151] The above mixed varnish for offset lithographic inks has been obtained by using a rosin-modified phenol resin 
and a drying-oil-modified isophthaiic alkyd resin as principal components and adding thereto an ink solvent and alu- 
minum chelate. 
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[0152J To Investigate performance as a black matrix, solid printing was conducted with the above black-matrix-form- 
ing composition by using an offset press. The optical density of the resultant coating film was 3.0. The coating film had 
high surface resistance so that sufficient electrical insulating property was exhibited. It also had high light shieldino 
property. It therefore demonstrated to have excellent performance as a black matrix. 

[0153J Next, a color filter provided with a black matrix was fabricated. Specifically, using the R, G and B inks an R 
G and B pixel pattern in the form of stripes having a line width of 200 yum was formed by a four-color offset 'press' 
Further, the black-matrix-forming composition was printed in a pattern such that the black-matrix-forming composition 
filled up both top and bottom sides and left and right sides of each of the R, G and B stripes, whereby the individual 
R, G and B pixels were completely isolated by the black matrix. An LC color display was then fabricated in a usual 
manner. 

[0154] Since the individual R. G and B colors were isolated from each other by the black matrix, the LC color display 
so obtained was able to form a vivid image having high color purity, high contrast and excellent luminance. 

Example 12 



[01 55] To f abncate an LC display having a color filter provided with a black matrix as in Example 1 1 , a black-matrix- 
forming composition for offset lithographic printing was prepared using the compound-oxide black pigment "BK-10" 
which had been obtained in Synthesis Example 1 0 and surface-treated with the siliceous material, in place of "BK-1 1 
[0156] Solid printing was conducted with the above black-matrix-forming composition by using an offset press The 
optical density of the resultant coating film was 2.7. The coating film had high surface resistance so that sufficient 
electncal insulating property was exhibited. It also had high light shielding property. It therefore demonstrated to have 
excellent performance as a black matrix. 

[01 57] Next, a color filter provided with a black matrix was fabricated. Specifically, using the above-described black- 
matnx-forming composition in combination with the R, G and B inks employed in Example 11 , an R, G and B pixel 
pattern provided with a black matrix was formed by a four-color offset press. An LC color display was then fabricated 
in a usual manner. Since the individual R, G and B colors were isolated from each other by the black matrix the LC 
color display so obtained was able to form a vivid image having high color purity, high contrast and excellent luminance, 

Example 13 



[01 58] To fabricate an LC display having a color filter provided with a black matrix as in Example 1 1 , a black-matrix- 
forming composition for offset lithographic printing was prepared using the compound-oxide black pigment M BK-3" 
which had been obtained in Synthesis Example 3, in place of n BK-1 1 ". 

[01 59] Solid printing was conducted with the above black-matrix-forming composition by using an offset press The 
optical density of the resultant coating film was 2.8. The coating film had high surface resistance so that sufficient 
electncal insulating property was exhibited. It also had high light shielding property. It therefore demonstrated to have 
excellent performance as a black matrix. 

[0160] Next, a color filter provided with a black matrix was fabricated. Specifically, using the above-described black- 
matnx-forming composition in combination with the R, G and B inks employed in Example 11 , an R G and B pixel 
pattern provided with a black matrix was formed by a four-color offset press. An LC color display was then fabricated 
in a usual manner. Since the individual R, G and B colors were isolated from each other by the black matrix the LC 
color display so obtained was able to form a vivid image having high color purity, high contrast and excellent luminance. 

Example 1 4 



[0161] To fabricate an LC display having a color filter provided with a black matrix as in Example 12 6 parts of C I 
Pigment Blue 28 ("BL-2") obtained in Synthesis Example 1 6, 24 parts of C.I. Pigment Green 26 ("GR-2 n ) and 30 parts 
of C.I. Pigment Brown 33 ("BR-1 ") were mixed, followed by the further addition of 30 parts of a mixed varnish for offset 
lithographic inks, 1 part of drier and 9 parts of ink solvent. The pigments were dispersed using a three-roll mill, whereby 
a black-matnx-forming composition for offset lithographic printing was prepared. 

[0162] Solid printing was conducted with the above black-matrix-forming composition by using an offset press The 
blackness of the resultant coating film was measured by a Macbeth densitometer. A value of 2.9 was indicated The 
print was placed in front of a fluorescent lamp to investigate its light shielding property. Light from the lamp was com- 
pletely shielded, thereby demonstrating excellent performance as a black matrix. 

[01 63] A color filter provided with a black matrix was fabricated. Specifically, using the above-described black-matrix- 
forming composition in combination with the R, G and B inks employed in Example 11 , an R, G and B pixel pattern 
provided with a black matrix was formed by a four-color offset press. 

[0164] An LC color display was then fabricated in a usual manner. Since the individual R, G and B colors were isolated 
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from each other by the black matrix, the LC color display so obtained was able to form a vivid image having high color 
purity, high contrast and excellent luminance. ~ 

Example 15 

[0165] To fabricate a display panel provided with a black matrix for use in a plasma display panel, 36 parts of the 
compound-oxide black pigment "BK-1 n obtained in Synthesis Example 1 and 20 parts of a low m.p. glass frit were 
mixed with 35 parts of a mixed varnish for screen printing inks and 9 parts of ink solvent. The resulting mixture was 
kneaded in a three-roll mill to thoroughly disperse the pigment, whereby a black-matrix-forming composition was ob- 
tained. The mixed varnish for screen printing inks was composed of ethyl hydroxyethylcellulose, the pentaerythritol 
ester of rosin, a petroleum-base solvent and cellosolve as principal components. 

[01 66] To investigate performance as a black matrix for a display panel of a plasma display, the above black-matrix- 
forming composition was coated to a wet thickness of 3 u.m by a wire bar coater on a glass substrate over the entire 
surface thereof. The coating layer was dried at 200'C and in a baking furnace, was then baked at 550°C for 1 hour in 
air to bum off organic components. The optical density of the black coating film so obtained was 3.2. The coating film 
had high light shielding property and also had excellent adhesion to the glass substrate. It therefore demonstrated to 
have excellent performance as a black matrix. 

[0167] Next, a display panel provided with a black matrix for use in a plasma display panel was fabricated. Specifically, 
using the above black-matrix-forming composition, a grid pattern was printed on a front glass substrate by a screen 
printing machine. The coating layer was dried at 200°C and in a baking furnace, was then baked at 550*C for 1 hour 
in air to bum off organic components, whereby a black matrix was formed. Formed next were transparent electrodes 
metal electrodes, a transparent dielectric layer, stripe partitions, seal layers/and a magnesium oxide layer. Formed on 
a rear glass substrate were data electrodes, a white dielectric layer, stripe partitions, blue, green and red phosphor 
layers, and seal layers. The thus-formed front glass substrate and rear glass substrate were assembled. Sealing 
evacuation and gas filling steps were then performed. The assembly so obtained was connected to a circuit unit so 
that a display panel for a color plasma display was fabricated. 

[0168] Individual luminescent colors from the blue, green and red phosphors appear on the front glass substrate in 
such a way that they are isolated from each other by the grid-shaped black matrix. The thus-obtained display panel 
for the color plasma display can therefore form a vivid image having high color purity and contrast and excellent lumi- 
nance. 

Example 16 

[0169] To fabricate a display panel provided with a black matrix for use in a plasma display, 40 parts of the black 
pigment "BK-9" obtained in Synthesis Example 9 and 1 0 parts of low m.p. glass frit were, as in Example 1 , added to 
and mixed with a photosensitive resin varnish which was composed of 20 parts of a methacrylate ester-methacrylic 
acid copolymer resin of the alkaline development type, 7 parts of pentaerythritol triacrylate, 3 parts of diethylene glycol 
diacrylate and 1 8 parts of propylene glycol monomethyl ether acetate. The pigment was dispersed in a ball mill. Further, 
2 parts of a photopolymerization initiator were added and mixed, whereby a black-matrix-forming UV-curing composition 
was prepared. 

[0170] The black-matrix-forming UV-curing composition was coated to a wet thickness of 3 |xm on a front glass 
substrate by a roll coater. Next, predrying was conducted at 60°C for 5 minutes. A photomask having a grid pattern 
therein was then brought into close contact with the thus-coated glass substrate. Under a 250 W extra-high pressure 
mercury lamp, exposure was conducted at a light quantity of 400 mJ/cm2 to insolubilize the coating layer. Unexposed 
portions were then washed away with a developer which contained sodium carbonate as a principal component in a 
dilute aqueous solution of isopropyl alcohol. The thus-washed coating layer was dried at 60°C, whereby a grid-shaped 
pattern was obtained. The coating layer was heated at 200°C and in a baking furnace, was then baked at550°C for 
1 hour in air to burn off organic components, whereby a black matrix was formed. In a similar manner to Example 1 
a display panel for a color plasma display was fabricated. 

[0171] Individual luminescent colors from the blue, green and red phosphors appear on the front glass substrate in 
such a way that they are isolated from each other by the grid-shaped black matrix. The thus-obtained display panel 
for the color plasma display can therefore form a vivid image having high color purity and contrast and excellent lumi- 
nance. 

Example 1 7 

[0172] To fabricate a display panel provided with a black matrix for use in a plasma display, 25 parts of the black 
pigment "BK-12" obtained in Synthesis Example 12 and 5 parts of low m.p. glass frit were, as in Example 1 , added to 
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and mixed with a photosensitive resin varnish which was composed of 10 parts of a styrene-methacrylate ester-meth- 
acryiic acid copolymer resin of the aikaiine development type, 5 parts of pentaerythrito! triacrylate, 3 parts of diethylene 
glycol dlacrylate and 50 parts of propylene glycol monomethyl ether acetate. The pigment was dispersed in a ball mill. 
Further, 2 parts of a photopolymerization Initiator were added and mixed, whereby a black-matrix-forming UV-curing 

s composition was prepared. 

[0173] A front glass substrate was mounted on a spin coater, and the above-described black-matrix-forming UV- 
curing composition was spin-coated to a wet thickness of 3 urn first at 200 rpm for 5 seconds and then at 1 ,200 rpm 
for 5 seconds. Next, the coating layer was subjected to predrying at 60°Cfor 5 minutes. After that, a photomask having 
a grid pattern was applied in close contact with the thus-coated glass substrate. Using a 250 W extra-high pressure 

10 mercury lamp, exposure was conducted at a light quantity of 400 mJ/cm 2 to insolubillze the coating layer. Unexposed 
portions were then washed away with a developer which contained sodium carbonate as a principal component in a 
dilute aqueous solution of isopropyl alcohol. The resulting coating layer was dried at 60°C, whereby a grid pattern was 
obtained. The coating layer was heated at 200°C and in a baking furnace, was then baked at 550°C for 1 hour in air 
to bum off organic components, whereby a black matrix was formed. In a similar manner to Example 1 , a display panel 

*5 for a color plasma display was fabricated. 

[0174] Individual luminescent colors from the blue, green and red phosphors appear on the front glass substrate in 
such a way that they are isolated from each other by the grid-shaped black matrix. The thus-obtained display panel 
for the color plasma display can therefore form a vivid image having high color purity and contrast and excellent lumi- 
nance. 

20 [0175] It is to be noted that display panels having excellent black matrices and suited for use in color CD displays 
or color plasma displays can be obtained by using, instead of the compound-oxide black pigments employed in Ex- 
amples 1 -1 7, other compound-oxide black pigments and following the procedures of these Examples. 



25 Claims 

1. A composition for a black matrix, said composition being composed of a black pigment and a binder for said 
pigment, wherein said black pigment is a compound-oxide black pigment comprising at least two metal oxides and 
having a spinel or inverse-spinel crystalline structure, and wherein said black pigment is obtainable by a wet oxi- 
dation process comprising the following steps: 

- dissolving salts of at least two metals selected from copper, chromium, iron, manganese, cobalt, aluminum, 
nickel, zinc, antimony, titanium, barium in an aqueous medium; 

- adding an alkaline agent to the solution for deposition of the mixed metal salts as mixed hydroxides; 
• oxidizing the metal hydroxides in the liquid phase, either concurrently with the deposition or subsequent to the 

deposition; and 

- providing a calcination treatment to obtain pigment having primary particles having a BET specific surface 
area of at least 40 m 2 /g and an average particle size of from 0.01 to 0. 1 u,m. 

The composition according to claim 1, wherein said compound-oxide black pigment is at least one compound- 
oxide black pigment selected from the group consisting of compound-oxide back pigments composed of copper 
and chromium as principal metal components, compound-oxide black pigments composed of copper and manga- 
nese as principal metal components, compound-oxide black pigments composed of copper, iron and manganese 
as principal metal components, compound-oxide black pigments composed of cobalt, chromium and iron as prin- 
cipal metal components, compound-oxide black pigments composed of cobalt, chromium, iron and manganese 
as principal metal components and compound-oxide black pigments composed of cobalt, nickel, chromium and 
iron; or a black or dark-colored mixture of at least two pigments selected from the group consisting of brown, green 
and blue compound-oxide pigments and all said compound-oxide black pigments. 

3. The composition according to claim 1 or 2, wherein said compound-oxide black pigment has been surface-treated 
with at least one coating material selected from the group consisting of silicon oxide or vitreous inorganic materials, 
hardenable polymers, and polymers substantially insoluble in a medium. 

4. The composition according to any one of claims 1 to 3, wherein said binder is a mixture of an organic binder and 
a low melting point glass frit. 

5. A process for the formation of a black matrix, said process comprising the step of printing on a substrate a com- 
position as defined by any one of claims 1 to 4. 



40 2. 
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6. The process according to claim 5, wherein said substrate is a substrate for a color filter of a color LC display. 

7. The process according to ciaim 5 or 6, wherein said substrate is a substrate for a display panel of a luminescent 
flat panel display. 

8. The process according to any one of claims 5 to 7, which comprises forming a black matrix on said substrate with 
the composition defined in ciaim 4, and heating said black matrix at 450-900°C to bum off said organic binder and 
to fuse said low melting point glass frit, whereby said compound-oxide pigment in said composition is fixed on said 
substrate. 

9. An article comprising a substrate and a black matrix formed from a composition as defined by any one of claims 
1 to 4. 

10. The article according to claim 9, which is a color LC display. 

11- The article according to ciaim 9, which is a luminescent flat-panel display. 

12. The article according to any one of claims 9 to 1 1 , wherein said compound-oxide black pigment has been fixed on 
said substrate with a low melting point vitreous binder. 

13. A wet oxidation process for manufacturing a composition for a black matrix which comprises the following steps: 

- dissolving salts of at least two metals selected from copper, chromium, Iron, manganese, cobalt, aluminum, 
nickel, zinc, antimony, titanium, barium in an aqueous medium; 

- adding an alkaline agent to the solution for deposition of the mixed metal salts as mixed hydroxides; 

- providing a calcination treatment to obtain pigment having primary particles, characterized by 

- oxidizing the metal hydroxides in the liquid phase, either concurrently with the deposition or subsequent to the 
deposition to obtain primary particles having a BET specific surface area of at least 40 m2/g and an averaae 
particle size of from 0.01 to 0. 1 ujti . 

Patentanspriiche 

1 . Zusammensetzung fur eine schwarze Matrix, wobei die Zusammensetzung aus einem schwarzen Pigment und 
einem Binder fur dieses Pigment zusammengesetzt ist, wobei das schwarze Pigment ein schwarzes Verbindungs- 
Oxid-Pigment ist, das mindestens zwei Metalloxide umfasst und eine kristalline Spinell-Struktur oder inverse Spi- 
nel l-Struktur aufwe ist, und worm das schwarze Pigment erhaltlich ist durch ein Nassoxidations-Verfahren umfas- 
send die folgenden Stufen: 

- Auflosen von Salzen von mindestens 2 Metallen, ausgewahlt aus Kupfer, Chrom, Eisen, Mangan, Cobalt 
Aluminium, Nickel, Zink, Antimon, Titan, Barium, in einem wasserigen Medium; 

- Hinzugeben eines alkalischen Mittels zu der Losung zur Abscheidung der gemlschten Metallsaize als Misch- 
hydroxide; 

- Oxidieren der Metal Ihydroxide in der flussigen Phase, entweder zusammen mit der Abscheidung oder nach 
der Abscheidung, und 

- Ausfuhren einer Calcinierungs-Behandiung zum Erhalten von Pigment mit primaren Teilchen mit einer spezi- 
fischen BET-Oberflache von mindestens 40 m*/g und einer mittleren TeilchengrdGe von 0,01 bis 0,1 urn. 

2. Zusammensetzung nach Anspruch 1, worin das schwarze Verbindungs-Oxid-Pigment mindestens 1 schwarzes 
Verbindungs-Oxid-Pigment ist, ausgewahlt aus derGruppe bestehend aus schwarzen Verbindungs-Oxid-Pigmen- 
ten aus Kupfer und Chrom als hauptsachlichen Metallkomponenten, schwarzen Verbindungs-Oxid-Pigmenten 
zusammengesetzt aus Kupfer und Mangan als hauptsachlichen Metallkomponenten, schwarzen Verbindungs- 
Oxid-Pigmenten, zusammengesetzt aus Kupfer, Eisen und Mangan als hauptsachlichen Metallkomponenten 
schwarzen Verbindungs-Oxid-Pigmenten, zusammengesetzt aus Cobait, Chrom und Eisen als hauptsachlichen 
Metallkomponenten, schwarzen Verbindungs-Oxid-Pigmenten, zusammengesetzt aus Cobait Chrom Eisen und 
Mangan als hauptsachlichen Metallkomponenten und schwarzen Verbindungs-Oxid-Pigmenten zusammenge- 
setzt aus Cobalt, Nickel, Chrom und Eisen, oder eine schwarze oder dun keif arbene Mischung mindestens zweier 
Pigmente, ausgewahlt aus der Gruppe bestehend aus brauen, grunen und blauen Verbindungs-Oxid-Pigmenten 
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und den genannten schwarzen Verbindungs-Oxid-Plgmenten. 

3. Zusammensetzung nach Anspruch 1 oder 2, worin das schwarze Verbindungs-Oxld-Pigment rnit mindestens ei- 
nem Uberzugs-Material oberflachenbehandelt worden ist, das ausgewahlt ist aus der Gruppe bestehend aus Si- 
liciumoxid oder glasartigen anorganischen Materialien, hartbaren Polymeren und In einem Medium im Wesentii- 
chen unldslichen Polymeren. 

4. Zusammensetzung nach einem der Anspruche 1 bis 3, worin der Binder eine Mischung eines organischen Binders 
und einer Glasfritte geringen Schmelzpunktes ist. 

5. Verfahren zur Bildung einer schwarzen Matrix, wobei das Verfahren die Stufen des Druckens einer Zusammen- 
setzung, wie sie in einem der Anspruche 1 bis 4 definlert ist, auf ein Substrat umfasst. 

6. Verfahren nach Anspruch 5, worin das Substrat ein Substrat fur einen Farbfitter oder eine Farb-Flussigkristall- 
Anzeige ist. 



7. Verfahren nach Anspruch 5 oder 6, worin das Substrat ein Substrat fur eine Anzeigeplatte einer flachen Lumines- 
zenzplatten-Anzeige ist. 

8. Verfahren nach einem der Anspruche 5 bis 7, umfassend das Bilden einer schwarzen Matrix auf einem Substrat 
mit der in Anspruch 4 definierten Zusammensetzung, und Erhitzen der schwarzen Matrix auf 450-900°C, urn den 
organischen Binder zu verbrennen und die Glasfritte geringen Schmelzpunktes zu schmelzen, wobei das Verbin- 
dungs-OxId-Pigment In dieser Zusammensetzung auf dem Substrat fixiert wird. 

9. Gegenstand, umfassend ein Substrat und eine aus einer Zusammensetzung, wie sie in einem der Anspruche 1 
bis 4 definiert Ist, gebildete schwarze Matrix. 

10. Gegenstand nach Anspruch 9, der eine Farb-Flussigkeitskristall-Anzeige ist. 

11. Gegenstand nach Anspruch 9, der eine flache Lumineszenzplatten-Anzeige ist. 

1 2. Gegenstand nach einem der Anspruche 9 bis 1 1 , worin das schwarze Verbindungs-Oxid-Pigment mit einem glas- 
formigen Binder geringen Schmelzpunktes auf dem Substrat fixiert ist. 

13. Nassoxidations- Verfahren zum Herstellen einer Zusammensetzung fur eine schwarze Matrix, umfassend die fol- 
genden Stufen: 



Auflosen von Salzen von mindestens 2 Metallen, ausgewahlt aus Kupfer, Chrom, Eisen, Mangan, Cobalt, 
Aluminium, Nickel, Zink, Antimon, Titan, Barium, in einem wasserigen Medium; 

Hinzugeben eines alkalischen Mittels zu der Losung zur Abscheidung der gemischten Metailsalze als Misch- 
hydroxide; 

Ausfuhren einer Calcinierungs-Behandlung, urn Pigment mit primaren Teilchen zu erhalten, gekennzeichnet 
durch 

Oxidieren der Metallhydroxide in derflussigen Phase, entweder gleichzeftig mit der Abscheidung oder nach 
der Abscheidung, urn primare Teilchen mit einer spezifischen BET-Oberflache von mindestens 40 m 2 /g und 
einer mittleren TeilchengroBe von 0,01 bis 0,1 zu erhalten. 



Revendlcatlons 

50 

1. Composition pour une matrice noire, ladite composition etant composee d'un pigment noir et d'un liant pour ledit 
pigment, dans laquelle ledit pigment noir est un pigment noir de type oxyde composite comprenant au moins deux 
oxydes metalliques et ayant une structure cristalline de type spinelle ou spinelle inverse^, et dans laquelle ledit 
pigment noir peut etre obtenu par un procede d'oxydation par voie humide comprenant les etapes consistant a : 

- dissoudre des sels d'au moins deux metaux choisis parmi le cuivre, le chrome, le fer, le manganese, le cobalt, 
raluminium, le nickel, le zinc, Pantimoine, le titane, le baryum, dans un milieu aqueux ; 

- ajouter un agent alcalin a la solution pour la precipitation des sels m6talliques mixtes sous la forme d'hydroxy- 
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des mixtes ; 

- oxyder les hydroxydes metelliques dans la phase liquide, soit en mime temps que ia precipitation, soit apres 
la precipitation ; et 

- mettre en oeuvre un traitement de calcination pour obtenir un pigment comportant des particules primaires 
ayant une aire specifique determinee par la methods BET d'au moins 40 m2/g et une qranulometrie moyenne 
de0,01 a 0,1 um 

2. Composition selon la revendication 1 , dans laquelle ledit pigment noir de type oxyde composite est au moins un 
pigment noir de type oxyde composite choisi dans I'ensemble constitue par les pigments noirs de type oxyde 
composite composes de culvre et de chrome a tftre de composants metalliques principaux, les pigments noirs de 
type oxyde composite composes de cuivre et de manganese a titre de composants metalliques principaux, les 
pigments noirs de type oxyde composite composes de cuivre, de fer et de manganese a titre de composants 
metalliques principaux, les pigments noirs de type oxyde composite composes de cobalt, de chrome et de fer a 
titre de composants metalliques principaux, les pigments noirs de type oxyde composite composes de cobalt, de 
chrome, de fer et de manganese a titre de composants metalliques principaux, et les pigments noirs de type oxyde 
composite composes de cobalt, de nickel, de chrome et de fer ; ou un melange de couleur sombre ou noire d'au 
moins deux pigments choisis dans I'ensemble constitue par les pigments de type oxyde composite bruns, verts 
et bleus, et de tous lesdits pigments noirs de type oxyde composite. 

20 3. Composition selon la revendication 1 ou 2, dans lequel ledit pigment noir de type oxyde composite a ete traite en 
surface avec au moins un materiau de revetement choisi dans I'ensemble constitue par I'oxyde de silicium ou les 
materiaux mineraux vitreux, les polymeres durcissables, et les polymeres pratiquement insolubles dans un milieu. 

4. Composition selon I'une quelconque des revendications 1 a 3, dans laquelle ledit liant est un melange d'un liant 
25 organique et d'une fritte de verre a bas point de fusion. 

5. Proc6de pour la formation d'une matrice noire, ledit procede comprenant I'etape d'impression sur un substrat d'une 
composition telle que definie par I'une quelconque des revendications 1 a 4. 
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Procede selon la revendication 5, dans lequel ledit substrat est un substrat pour un filtre couleur d'un dispositif 
d'affichage couleur a cristaux liquides (LC). 

Procede selon la revendication 5 ou 6, dans lequel ledit substrat est un substrat pour un panneau d'affichage d'un 
dispositif d'affichage a ecran plat luminescent. 



8. Procede selon I'une quelconque des revendications 5 a 7, qui comprend la formation d'une matrice noire sur ledit 
substrat ayant la composition definie dans la revendication 4, et le chauffage dudit masque noir a 450-900°C pour 
eliminer par combustion ledit liant organique et fondre ladite fritte de verre a bas point de fusion, en consequence 
de quoi ledit pigment de type oxyde composite dans ladite composition est fixe sur ledit substrat. 

9. Objet comprenant un substrat et une matrice noire formee a partir d'une composition telle que definie par I'une 
quelconque des revendications 1 a 4. 

10. Objet selon la revendication 9, qui est un dispositif d'affichage couleur a cristaux liquides (LC). 

11. Objet selon la revendication 9, qui est un dispositif d'affichage luminescent a ecran plat. 

12. Objet selon I'une quelconque des revendications 9 a 11, dans lequel ledit pigment noir de type oxyde composite 
a ete fixe sur ledit substrat avec un liant vitreux a bas point de fusion. 

13. Procede d'oxydation par voie humide pour fabriquer une composition pour une matrice noire, qui comprend les 
etapes consistant a : 

- dissoudre des sels d'au moins deux metaux choisis parmi le cuivre, le chrome, le fer, le manganese, le cobalt, 
I'aluminium, le nickel, le zinc, I'antimoine, le titane, le baryum, dans un milieu aqueux ; 

- ajouter un agent alcalin a la solution pour la precipitation des sels metalliques mixtes sous la forme d'hydroxy- 
des mixtes ; 

- mettre en oeuvre un traitement de calcination pour obtenir un pigment ayant des particules primaires, 
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caracterlse par I'etape consistent a 

oxyder les hydroxydes metalllques dans la phase liquids, soit en meme temps que la precipitation, sort apres 
la precipitation, pour obtenir des particules primaires ayant une aire specifique d<§terminee par la methode 
BET d'au moins 40 m 2 /g et une granulomere moyenne de 0,01 a 0,1 um 
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